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METALS, 


( Contineed.) 


Cuapter XXVIII. 


ZINC. 


Bergman. De mineris Zinci. Opusc. 2, 209. 

De Lassonne. Crell. Chem. Journ. 3, 165, and 5, 59. 

A. Vogel. Schw. 11, 408. 

Schindler. dag. Pharm. 31, 167; 36, 43. 

Wackenroder. Ann. Pharm. 10, 63; 11, 151; 42, 348.—N. Br. Arch. 
16, 133. | | 

- Kane. Ann. Chim. Phys. 72, 290. 


Synonymes. Spelter, Spiauter, Zink, Zincum. 


History. The cre of zine called Calamine, or Cadmia,—but not the 
pure metal—was known to the ancient Greeks and used in the manu- 
. facture of brass. The metal zinc was first mentioned by Paracelsus; it 
was for a long time imported from the East, but since the middle of the 
eighteenth century, it has been prepared in Kurope. 


Sources. As oxide; as carbonate; as sulphide; as: sulphate; as 
aluminate; as silicate; as a compound of ferric oxide with zinc-oxide; 
and as a double carbonate of copper and zine. 


Preparation. Native carbonate or silicate of zinc-oxide, freed by 
previous roasting from carbonic acid and water—or zinc-oxide obtained by 
prolonged roasting from the native sulphide—or zinc-oxide which has 
_ sublimed in the upper part of the furnace-shaft during the fusion of other 
ores, is mixed with about + of its weight of charcoal-powder, and heated 
to a low white heat in retorts or retort-like vessels of earthenware or 
iron: the zinc is then reduced and volatilized, and condenses in the colder 
part of the apparatus. In Silesia, the mixture of zinc-oxide and charcoal 
or coke is heated in muffles 3 feet long and 1} foot high, six of which 
(three side by side) are laid in one furnace. The evolved mixture of 
carbonic oxide gas and zine vapour passes from the upper and fore part 
of the mufiles, through a knee-shaped channel, horizontal in the nearer 
= directed downwards in the farther part, and the zinc condenses 
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therein and drops down from its lower aperture. Part of the zine 
vapour, and likewise some cadmium vapour, escapes uncondensed together 
with the carbonic oxide gas, and burns in the air, producing the substance 
called Silesian Zinc-flowers. (Schlesische Zinkblumen.) In Liége, the 
reduction is performed in earthenware tubes, laid side by side. The zine, 
as it condenses in the fore part of these tubes, is scraped out from time 
to time in the liquid state. In England, a number of cast-iron pots are 
arranged in a circle in one common furnace. Through the bottom of 
each of these pots there passes a tube open at both ends. The vessels 
are filled with the mixture to such a height as not to stop up the upper 
end of the tube, then closed with a well-fitting cover, and heated. The 
zinc drops down from the part of the tube which descends from the 
bottom of the crucible. This process is called Destedlatio per descensum.— 
2. At Goslar, zinc is obtained as a secondary product in the smelting of 
lead ores. The zinc vapours condense in the upper half of the furnace, 
and run down from the shaft upen a slanting stone called the zinc-stool. 
(Zinkstuhl.) The zinc thus obtained is melted in iron pots and poured 
out on tables. 

Commercial zinc may contain charcoal, sulphur, manganese, arsenic, 
antimony, cadmium, tin, lead, iron, cobalt, nickel, and copper. Uranium 
has likewise been mentioned as an impurity in zinc, but probably copper 
was mistaken for it. Carbon is contained in zine in the form of charcoal 
splinters, according to Wackenroder, and as carbide of zinc, according to 
Gren, Berzelius, and Schindler. East Indian zine contains only 0°43 per 
cent. of lead and 0°24 of iron. (Bonnet.) Silesian zine contains a large 
quantity of cadmium, besides charcoal, lead, iron, and a very small 
quantity of copper. (Wackenroder, Jansen.) Houton-Labillardiére and 
_G. Barruel (Compt. rend. 14, 724; also J. pr. Chem. 26, 383) found tin 
in several sorts of zinc. Three samples of East Indian zine were found 
by Wittstein (Repert. 55, 193) to give the results a, 6, c; d is an analysis 
by Jacquelain (Compt. rend. 14, 636; also J. pr. Chem. 26, 298) of a 
sample of unknown origin. 


a. b c d 
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1 ean EURO nk ne 0°10 he trace Fe. 0°17 sure 142 
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160°00 Site 99°55 its 100°00 ses 100°000 


Commercial zinc, when dissolved in dilute sulphuric acid, leaves a 
black powder. In Silesian zinc, this residue amounts to 2 per cent., and 
consists of sulphide of lead and charcoal splinters. (Wackenroder.) 
A. Vogel found in this black powder, carbon, sulphur, lead, and iron; 
Jacquelain found carbon, lead, and iron; he likewise obtained the same 
residue, but containing less lead, by distilling zinc in a stream of 
hydrogen. G. Barruel, by reducing in a charcoal crucible the powder 
which remained after dissolving zinc in dilute sulphuric acid, obtained an 
alloy containing 58°6 p.c. tin, 84°5 lead, 5:5 sulphur, with traces of iron 
and manganese. | 2. 


Purification. 1. The zine is distilled once or twice either in an 
earthen retort (the neck of which, however, is soon stopped up by the ~ 
sublimed zinc), or else in an earthen or iron crucible, into the bottom of 
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which is luted a tube open at both ends and reaching nearly to the top; 
the mouth of the crucible is stopped with a well-fitting cover.— Wittstein 
(Kepert. 61, 220) introduces into an uncoated Hessian retort, capable of 
holding from 24 to 30 ounces of water, 4 pounds of comminuted zinc, 
heats it gradually in a wind-furnace covered with a dome six feet high— 
and, when the distillation has begun, which takes place after an hour or 
an hour and a half, and the zine condenses in the neck of the retort, 
scrapes it out with a curved iron wire, while still liquid, into a basin 
containing water and placed below to receive it. If the scraping be not 
assiduously kept up, the neck becomes stopped up with solid zinc; if the 
neck is too short, some of the zinc burns away. This process yields about 
34 pounds of zine, still containing cadmium; a greenish yellow powder 
remains in the retort.—Jacquelain (WV. Ann. Chim. Phys. 7, 199) distils 
the zinc in a current of hydrogen. The hydrogen is evolved in a 
Woulfe’s bottle from purified sulphuric acid, zinc, and water, and made 
to pass, first through solution of potash, then through two chloride of 
calcium tubes, then into a red-hot porcelain tube, in which are placed 
little boats or dishes of porcelain containing the zine to be purified, and 
lastly through a knee-shaped tube into oil of vitriol. The zinc is 

_ deposited in the colder part of the porcelain tube (antimony and cadmium 
may be distilled in a similar manner).—Distillation, however, does not 
purify the zinc completely, especially from the more volatile metals, such 
as cadmium and lead; according to Berzelius and Dulong (Ann. Chim. 
Phys. 15, 388), the zinc after distillation contains the same impurities as 
before. 

2. Sulphur, either alone or mixed with grease, is repeatedly stirred 
about with a stick at the bottom of melted zinc, in order to convert the 
foreign metals into sulphides. The more briskly the sulphur is stirred 
about, the more complete is the purification: the process, however, does 
not. remove the whole of the lead and iron. (Bonnet, Schwake, Ann. 
Pharm. 9, 184.) 2 

8. Commercial zinc fused and very hot is poured into a deep bucket 
filled with water, in order to granulate it as finely as possible; 1 part of 
this granulated zinc is then placed, together with } pt. nitre, in a crucible, 
in such a manner that there may be a small portion of free nitre both at 
top and bottom, and the whole is heated in the furnace till vivid com- 
bustion ensues. The crucible is then taken out, the slag removed, and 
the zine poured out. The zinc thus treated is free from arsenic and iron. 
(Maillet, J. Pharm. 27, 625.) 

4. To obtain perfectly pure zinc, it is necessary to distil perfectly 
pure zinc-oxide with lainp-black (or charcoal) in a@ retort, and free the 
product from any charcoal that may be mixed with it, by a second 
distillation: but this distillation, on the small scale, is attended with many 
difficulties. 


Testing. The hydrogen gas evolved on dissolving the zinc in pure 

dilute sulphuric acid should give no precipitate when passed through 

_ solutions of lead, silver, or gold salts; a precipitate would indicate the 

presence of sulphur or arsenic; it must neither yield arsenic spots, nor 

_ deposit metallic arsenic when passed through a red-hot tube (1V. 268); 

_ fuming nitric acid through which the gas has been passed ought to 

_ evaporate completely over the water-bath: sulphur, arsenic, or antimony 

- would remain behind in the form of an acid.—The zine when dissolved 

in dilute sulphuric acid must leave no residue. The resulting solution of 
| B2 


4 | a "oe RG, 


zinc-sulphate, when supersaturated with sulphuric acid, must give no. 
- precipitate with sulphuretted hydrogen (cadmium, copper, tin); metallic. 
zinc immersed in it should produce no metallic deposit (cadmium, tin, ~ 
copper). The precipitate which potash produces in the solution of the ~ 
sulphate should be perfectly soluble.in excess of the re-agent (the oxides _ 
of iron, copper, and cadmium would be left undissolved). The solution 
of the zine in aqua-regia should give no precipitate with chloride of 
barium,—that is to say, it must be free from sulphuric acid, 


Properties. -Crystallizes in long, regular, six-sided prisms. (Négge- 
rath, Pogg. 39, 8324.) According to former statements, it crystallizes in 
four-sided prisms and needles. Zinc containing from 3 to 4 per cent. of 
iron was found by Laurent and Holms (Ann. Chim. Phys. 60, 333) in the 
cracks of the earthen tubes in which it had been distilled, crystallized 
in rhombic prisms... §. Nicklés (VW. Ann. Chim. Phys. 22, 87) states | 
that zinc prepared by Jacquelain’s: method of distillation in a current of 
hydrogen, crystallizes in well-defined pentagonal. dodecahedrons : hence 
it is dimorphous. ¥. Zinc has a broadly laminar texture. It is mode- 
rately hard, difficult to -file, and when bent after fusion, emits a crack- 
ling noise, but not so loud as tin. If hammered with great: violence, it 
splits in the direction of the cleavage-planes ; but by careful pressure, 
whereby it loses its crystalline structure, it may be rendered ductile; and 
may then be extended into thin plates or wires. According to Hobson 
and Sylvester (Gib. 24, 104), it exhibits its greatest degree of ductility 
and malleability at temperatures between 100° and 150°; at 205°, on 
the contrary, it is so brittle that it may be pounded in a mortar. Hence, 
to obtain zinc-plate, or zinc-foil, the metal cast in a tabular form is 
heated in a boiling solution of common salt, and then passed between 
rollers. To obtain pulverized zinc, on the other hand, the melted metal 
is poured into a strongly heated crucible, and the heated mass strongly 
rubbed and stirred with an iron pestle till it solidifies. (Bottger, Ann. 
Pharm. 34, 85.)—The specific gravity of commercial zine solidified after 
fusion is 6°861 (Brisson); of purified zinc, 6°9154 (Karsten); of rolled 
commercial zinc, 7'1908 (Brisson). Zine has a bluish .grey-white colour, 
and a strong lustre. Fuses at 260° (Black), at-374° (Morveau), at 412° 
(Daniell), and boils at a white heat. Contracts strongly in solidifying . 
from fusion (Marx). an? 

Atomic Weight. 32°26, Berzelius; 33°09, Jacquelain; 33, Fayre 
(Ann. Pharm. 48, 198). | 


Compounds of Zine. 
ZINC AND OXYGEN. 


A. Sub-oxide of Zinc ? 


Zinc exposed to the air at ordinary temperatures, becomes covered 
with a thin grey film, which prevents the further oxidation of the inner 
portions. Zine heated just to the melting point, oxidates still more 
rapidly, and forms a grey powder, which, however, is soon converted 
into the white oxide. Berzelius regards this grey substance as a sub- — 


oxide ; Proust, Davy, and A. Vogel regard it as a mixture of the metal 
and the oxide. | 
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B. ZINC-OXIDE. Zn0. 


Oxide of zinc, Protoxide of zine, Zinkoxyd, Oxyde zincique.—Red zinc- 
ove is a mixture of 88 parts zinc-oxide and 12 parts manganoso-manganic 
oxide. ; 


Formation. Zinc heated to redness in the air burns with a dazzling 
bluish and greenish flame, and forms zinc-oxide, which partly remains in 
the crucible, partly rises up in the air, and falls down again in large 
flakes—Flowers of zinc, Zinkblumen, Flores zinci, Lana philosophica, 
Nihilum album. When it has once taken fire, it continues to burn, even 
after the crucible has been removed from the furnace; till the whole is 
converted into oxide, provided it be constantly stirred and the oxide 
removed as it forms. (Sementini.) Zine heated in the air just to the 
melting point, is gradually converted, first into sub-oxide and then into 
oxide.—2. At ordinary temperatures, zinc remains bright in dry air. If 
water be present, the hydrated oxide is formed; and if the air likewise 
contains carbonic acid, hydrated basic carbonate of zine is produced. 
Zinc placed under a receiver surrounded at the bottom with water and 
containing air free from carbonic acid, becomes covered with drops of 
moisture, and tarnished on the surface by the formation of a whitish-grey 
film of hydrated oxide. But if a piece of tarnished lead be placed under 
the same receiver, though not in contact with the zinc, the drops of water 
are deposited only on the lead, not on the zinc, which therefore remains 
bright. Under water which is in contact with air free from carbonie acid, 
zinc becomes covered with hydrated oxide containing 7 per cent. of water. 
Zinc exposed to moist air containing carbonic acid,—to the open air, for 
example,—becomes covered with hydrated basic carbonate of zinc. The 
same salt is formed when zinc is exposed to the air under water. (Von 
Bonsdorff, Pogg. 42, 325.) When zine is exposed to the air, under water 
containing =1, of hydrate of potash, it turns grey, and forms white shining 
laminee of carbonate of zinc : no zinc is dissolved in the water. (A. Vogel, 
J. pr. Chem. 14, 107.)—The following remarkable observations of Bons- 
dorff may likewise be added in this place. Whenever two metals are 
placed—not in contact with each other—under a bell-jar containing air 
and closed at the bottom with water, only the more oxidable metal is 


_bedewed, and therefore oxidated : ¢.g. arsenic or lead placed in a moist 


atmosphere near copper or silver. Copper or silver placed alone under 
the bell-jar condenses the dew on its surface. The contrary effect takes 
place if the metals are in contact: thus, when copper is in contact with 
zinc, the copper alone is bedewed; when copper is in contact with silver, 


_ the condensation of moisture takes place only on the silver.—Zine does 


not decompose pure water at ordinary temperatures; but at a red heat 


_- or in presence of acids or alkalis, the decomposition takes place. Zine 
sealed up in a glass tube together with water deprived of air by boiling, 


remains bright for years. (Bonsdorff, Boutigny, Ann. de Hyg. publ. 17, 
290.) It does not decompose pure water, even on boiling; and even 
when placed in contact with copper, it does not decompose pure water, 


but only water containing asalt. (J. Davy, V. Ed. Phil. J.17, 47.) When 
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vapour of water is passed over zinc at a low red heat, hydrogen gas is set 
free, and small crystals of zinc-oxide are deposited upon the metal : if: 


_ the zinc is strongly ignited, the oxide sublimes on the tube in small 


shining crystals. (Regnault, Ann. Chim. Phys. 62, 350.) If the zine is 
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feebly ignited, the oxide is obtained partly in amorphous globules, partly 
in transparent rhombic lamin. (Haldat, Ann. Chim. Phys. 46, 72.) All 
acids which retain their oxygen somewhat strongly—even weak acids— 
evolve hydrogen gas with water and zine. The purer the zinc, the more 
slowly does it dissolve in dilute acids, unless it is in contact with platinum 
or some other electro-negative metal (I. 347). In aqueous alkalis, solu- 
tion takes place more slowly than in acids.—4. Red-hot zine converts 
carbonic acid gas into carbonic oxide, and forms with phosphoric acid a 
mixture of phosphide of zinc and phosphate of zinc-oxide. In the moist 
way, it decomposes sulphurous acid, strong sulphuric acid (on the appli- 
cation of heat), selenic, chloric, nitric, molybdic, and arsenic acid. From 
the oxides of arsenic, antimony, tellurium, bismuth, cadmium, tin, lead, 
iron, cobalt, nickel, copper, mercury, silver, gold, platinum, palladium, 
rhodium, iridium, and osmium, dissolved in acids, it withdraws all the 
oxygen and precipitates the metals, being itself dissolved in the form of 
oxide; and from the higher oxides of titanium, tungsten, molybdenum, 
chromium, vanadium, uranium, manganese, and iron, dissolved or diffused 
in acids, it withdraws a part of the oxygen. 


Preparation. Zine is heated nearly to combustion in a capacious 
crucible, placed in the furnace in a slanting position—the surface. of the 
metal frequently renewed—and the oxide, which is deposited in woolly 
masses, removed from time to time from the crucible, and then rubbed up in 
water and levigated, to free it from adhering grains of metallic zinc. 
This process yields the true /lores zinci, which, if they are prepared from 
ordinary zinc, likewise contain the oxides of the metals with which the 
zine itself is contaminated. Hence Wittstein recommends zine purified 

_by distillation.—2, Sulphate of zinc (or any other soluble zinc-salt) is 
first prepared in a state of purity, then mixed with an alkaline carbonate 
to precipitate the carbonate of zine, and the latter thoroughly washed, 
and afterwards dried and ignited. This process gives the zinc-oxide 
prepared in the wet way: Zincum oxydatum via hunmida paratum.— 
a. Preparation of the pure Zinc-sulphate. The white vitriol of commerce 
cannot be used for this purpose, because it usually contains sulphate of 
magnesia: the best salt for the purpose is that obtained by dissolving 
zinc in dilute sulphuric acid. Since common oil of vitriol often contains 
lime, and fuming oil of vitriol contains alumina, it is best to use the 
rectified acid. The solution may contain—arsenic, cadmium, tin, lead 
(a trace at most of this last metal, since sulphate of lead is nearly inso- 
luble), copper, manganese, iron, nickel, and cobalt. The quantity of 
iron dissolved is least, according to Wackenroder, when the dilute acid 
is made to act on the metal in the cold. By mixing the solution of zine- 
sulphate with such a quantity of free sulphuric acid that a portion of the 
liquid treated with sulphuretted hydrogen water no longer gives a white 
precipitate (sulphide of zinc), then saturating it with sulphuretted 
hydrogen gas and leaving it in a closed vessel for several days, the 
arsenic, cadmium, tin, lead, and copper are completely precipitated in the 

_ form of sulphides. The liquid is then decanted and filtered without 
washing—lest any portion of the precipitated metals should re-dissolyve— 

and the excess of sulphuretted hydrogen expelled by boiling. If the 
dilute sulphuric acid has been allowed to act for several weeks in an open 
vessel, and without heating, on granulated zinc in excess, till no more gas 
is evolved, even on agitation, the metals just mentioned as precipitable by 
sulphuretted hydrogen are thrown down in the metallic state by the 
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excess of zinc; so that the solution, when acidulated with sulphuric acid, 
gives no precipitate with sulphuretted hydrogen, and consequently the 
treatment with that liquid may be dispensed with. The cadmium, tin, 
lead, and copper may likewise be precipitated in the metallic state by 
leaving the solution of the zinc-sulphate for some time, either warm or 
cold, in contact with metallic zinc, or by boiling it with that metal (Dalk, 
Berl. Jahrb, 24, 2, 74; Horst, Br. Arch. 7,75; Wackenroder) : in all 
cases, however, a portion of the solution thus purified should be mixed 
with excess of sulphuric acid, then saturated with sulphuretted hydrogen, 
and left to itself for a few days. If a precipitate is thereby produced, 
the whole of the solution must be treated with sulphuretted hydrogen. 

It still remains to separate any iron, cobalt, nickel, or manganese that 
may be present. If the object in view is the preparation of pure zinc- 
sulphate, the solution is first freed from a portion of the metals just 
mentioned, and likewise from the excess of acid, by evaporating and 
cooling, and then decanting the mother-liquid from the crystals. The 
crystals are then re-dissolved in water; 5 of the solution mixed with 
carbonate of soda to precipitate carbonate of zine; the precipitate, after 
thorough washing, diffused through the rest of the solution; and chlorine 
gas passed through the liquid, which must be constantly agitated, till a 
large portion of the zinc-carbonate is dissolved, and the rest has acquired 
a brownish colour from admixture of sesquioxide of iron and the peroxides 
of manganese, cobalt, and nickel. The liquid is then set aside for some 
time in a warm place and frequently agitated-—afterwards mixed with 
sulphuric acid, because a basic salt has been formed in the preceding 
process; then evaporated to the crystallizing point, and the crystals freed 
by re-crystallization from adhering chloride of zinc. The same end ma 
be attained by the following methods:—--Veltmann (Berl. Jahrb. 29, 1, 
59) mixes the solution of zinc-sulphate with chlorine-water (which, how- 


ever, requires the use of large vessels), and adds zinc-oxide to ‘it, 
Schindler (Mag. Pharm. 26, 74) saturates the dilute solution with ~~ 


chlorine (a concentrated solution does not absorb enough) and then 
digests it with zinc-oxide. Bonnet (dunn. Pharm. 9, 165) precipitates 
carbonate of zinc from a portion of the solution, washes it, diffuses it in 
water, passes chlorine gas through the liquid, and mixes the resulting 


oxychloride of zinc with the rest of the solution. If, on the other hand, ~ 
the preparation of pure zinc-oxide from the solution be the only/object in- — 


view, the liquid is mixed with a quantity of carbonate of soda suificient 
to produce a copious precipitate; chlorine gas passed through it, with 
agitation, till the greater part of the precipitate is dissolyeds* and the 
solution filtered. (Greve, Br. Arch. 22, 40; Wackenroder.) Or, the 
solution of zinc-sulphate is mixed with chloride of soda, then left to itself 
for 24 hours, and carbonate of soda cautiously added till a perfectly white 
precipitate begins to form. (Jansen, Mag. Pharm. 26, 74; Herberger, 
Repert. 48, 382; Frederking, Repert. 56, 72.) The ebloride of soda must 
be prepared with carbonate of soda and chlorine gas, not with carbonate 
of soda and chloride of lime, because in that case it might contain lime, 
Hermann (Schw, 46, 249) mixes the solution with chloride of lime con- 
taining excess of lime; evaporates the liquid tothe crystallizing point; 
separates the crystals from the mother-liquid, which may still contain 
cobalt and nickel; dissolves them in the smallest possible quantity of cold 
water, and filters to separate gypsum. Zinc-oxide thus prepared may 
contain lime and magnesia, because the gypsum may not be completely 
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separated, and the lime used in preparing chloride of lime often contains 
magnesia. (Greve, Veltmann, Wackenroder.) 
There are likewise a few methods of purification, chiefly directed 
towards the separation of iron. The solution mixed with carbonate of 
zine is exposed to the air for several months till the iron is completely 


_ precipitated. (Martius, Repert. 41, 203; Clamor-Marquart, Ann. Pharm. 


7, 20.) - The solution is boiled with zinc-oxide. (Geiger.) Since the pre- 
cipitation of the iron depends upon its conversion from protoxide into 
sesquioxide by the oxygen of the air, it would be necessary, in applying 
this method, to heat the solution for a long time, and in that case. basic 
sulphate of zinc would be formed. (Wackenroder.) A solution of 16 
parts of zinc-sulphate is boiled with 1 part of nitric acid, till it is reduced 
to a thickish mass; then.re-dissolved in water, boiled with 1 or 13 pt. pure 
zinc-oxide, and filtered. (Trommsdorff, Taschenb. 1828, 1.) It is not 
easy to oxidize the iron completely; the filtrate contains basic zinc- 
sulphate which must be re-converted into monosulphate by the addition of 
a small quantity of sulphuric acid. (Schindler.) 9 parts of crystallized 
zinc-sulphate are heated in a crucible with 1 part of nitre, gently at first 
—then, after the water of crystallization has been driven off, to strong 
redness—and kept at that heat till a portion dissolved in water yields a 
filtrate free from iron: the whole is then dissolved in water and filtered. 
(Bucholz, Pharm. Boruss.) Artus (J. pr. Chem. 26, 508) mixes 50 parts 
of finely powdered zinc-sulphate very intimately with 1 part of nitre; 
heats the mixture in a crucible, stirring it all the while with a porcelain 
spatula, till it is dry; then raises the heat somewhat higher; afterwards 


dissolves in hot water; filters to separate oxide of iron, and boils the 


filtrate for a short time with purified charcoal to separate any manganese 
that may be present. Geiger recommends igniting the zinc-vitriol with 
ig nitrate of zinc-oxide or baryta; if the latter salt be used, strong ignition 
is necessary. Dalk mixes the solution of zinc-sulphate with infusion of 
galls, and exposes it to the air in a basin as long as a violet film continues 
to form upon it; then evaporates to dryness, dissolves, and filters. To. 
remove the excess of tannin, Wittstein (Repert. 65, 218) digests the 
filtrate for 24 hours with recently ignited charcoal; and Walcker (Ann, 
Pharm. 4, 84) precipitates it by boiling with white of egg. A solution 
of 4 parts zinc-sulphate in 20 water set aside for 5 days in contact with 
recently ignited wood-charcoal deposits all the iron it contains upon the 
charcoal. (Stickel, Wittstein.) 

It has likewise been proposed to dissolve zine in hydrochloric, nitric, 
or acetic acid, and then purify the solution in a similar manner. 

{| Defferre (J. Pharm. 5, '70) dissolves 125 parts of zinc in 500 parts 
of hydrochloric acid—then adds 8 parts of nitric acid, and warms the liquid 
to oxidize the iron; evaporates to dryness; dissolves the residue in water; 
leaves the solution for 24 hours in contact with 8 parts of carbonate of 
lime, and filters. The clear liquid is precipitated while hot, by gradually 
adding dilute ammonia as long as any precipitate continues to form, the 
solution retains but very little zinc-oxide, and the precipitate, after 
thorough washing, contains scarcely a trace of any other salt. | 

6. Precipitation of the purified Zinc-solution.—The solution is boiled 
in a porcelain basin, and carbonate of soda added in small portions till 
slightly in excess; the boiling is then continued for a time, in order that 
the precipitate may aggregate more closely. Or, a dilute solution of 
1 At. zinc-sulphate is precipitated, in the cold and with agitation, by a 
solution of somewhat less than 1 At. carbonate of soda, the filtering being 
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deferred for some time in order that the gelatinous precipitate may 
become pulverulent. Another method is to boil a solution of 9 parts of | 
crystallized carbonate of soda in a clean copper vessel, and cause a solu- 
tion of 2 parts of zinc to flow into it in a thin stream—the soda- 
solution being constantly stirred—so that the liquid may not boil over 
from escape of carbonic acid, nor the undecomposed zinc-solution come in 
contact with the copper vessel. The precipitate is easy to wash, and is 
free from soda, provided the boiling has been kept up ‘during the whole 
time of mixing. (Schindler.) If any portions of soda and sulphuric acid 
are carried down with the precipitate, the greater part may be removed 
by boiling for a while after precipitation, but not all. (Wackenroder.) 
If the zinc-solution be precipitated by carbonate of soda in the cold, an 
excess of the latter must be avoided, as otherwise the precipitate will 
retain its gelatinous character even after long standing, and will contain 
considerable quantities of soda and sulphuric acid. For 1 part of zine- 
vitriol dissolved in 20 parts of water, 1 part of crystallized carbonate of 
soda dissolved in 10 parts of water is sufficient. The two solutions are 
mixed at once, and rapidly stirred; the transparent jelly thereby pro- 
duced is converted in the course of 24 or 36 hours, with evolution of gas, 
into a loose powder which is easy to wash. Acid carbonate of zine 
remains in solution, together with any lime and magnesia that may 
perchance be present. The oxide obtained by ignition from the carbonate 
precipitated in the cold exhibits a fainter tinge of yellow than that 
prepared from carbonate precipitated from hot solutions. (Schindler, 
Wackenroder.) The zinc-solution may likewise be mixed in the cold 


with carbonate of ammonia, till the liquid is perfectly neutral. The 


precipitate, like that produced by cold carbonate of soda, contains but a 
trace of sulphuric acid. The precipitate obtained with carbonate of 
ammonia in a hot solution, contains a considerable quantity of sulphuric 
acid. (Wackenroder.) Precipitation by caustic ammonia, potash, or soda, 
does not give good results; if too small a quantity of the alkali be used, 
a basic salt is precipitated; with a larger quantity, the precipitate is 
liable to be contaminated with an alkaline salt, and a still larger 
quantity completely re-dissolves it. The precipitated zinc-carbonate 
is washed partly by subsidence and decantation, partly by pressure, and 
lastly on the filter. The dried precipitate is gently ignited in a covered | 
earthen crucible.—The most direct mode of obtaining pure zinc-oxide 
would be to precipitate pure nitrate of zinc by carbonate of ammonia, and 
ignite the precipitate. 

Testing of the Zinc-oxide.—The oxide prepared by (1) should be 
white; that obtained by (2) white, with a faint tinge of lqnon-yellow. 
A brownish white tint indicates the presence of foreign metallic oxides ; 
pure whiteness and considerable density in the oxide (2) shows the 
presence of sulphuric acid, chlorine, and soda,—1l. Metallic zine: Eyo- 
lution of hydrogen on solution in acids.—2. Sulphuric acid or chlorine: 
The solution of the oxide in nitric acid gives a precipitate with chloride 
of barium or nitrate of silver.—38. Soda: May be extracted by water, 
partly in combination with sulphuric or hydrochloric acid.—4. Lime and 
Magnesia: The solution of the oxide in hydrochloric acid, when preci- 
pitated by hydrosulphate of ammonia and filtered, yields chloride of 
calcium or magnesia, on evaporation and ignition._—5. Silica: From 
crude potash, when that substance is used for the precipitation, or from | 
the crucible. Left behind on dissolying the oxide in hydrochloric acid.— 


SPIES A ORR Sc eR ET ae aT ORAL. een 
10 y n ZINC. 


6. Sesqutowide of Manganese: Partly left behind when the zinc-oxide is 
dissolved in dilute nitric acid. Produces a green colour when ignited 
with carbonate of soda and nitre.—7. Sesquioxide of Iron: The solution 
in hydrochloric acid gives a red colour with sulphocyanide of potassium, 
and exhibits the other reactions of ferric salts.—8. Oxide of Lead: Boiling 
carbonate of soda extracts this oxide almost completely; the filtrate 
blackens on the addition of hydrosulphuric acid, and then, on the addition 
of an acid, gives a precipitate of sulphide of lead. The oxides of copper 
and cadmium remain undissolved in this process.—The solution of the 
zinc-oxide in hydrochloric or nitric acid gives a precipitate of lead- 
sulphate on the addition of a large quantity of sulphuric acid.—9. Oxides 
of Cadmium and Copper: The liquid filtered from the lead-sulphate, or 
the hydrochloric acid solution of the zinc-oxide freed from lead by boiling 
with carbonate of soda, gives with hydrosulphuric acid, a yellow or brown 
precipitate, which must be further examined.—10. Oxides of Nickel and 
Cobalt.—See the methods of Berzelius and Ullgren. (J/ahresd., 21, 22, 
143 and 145.) 

_ Sublimed and mostly impure zinc-oxide is occasionally obtained, in 
the form called Purnace-calamine, Cadmia fornacum, Tatia, or, when it 
is whiter, Pompholyx, in the preparation of brass and in the smelting of 
zinkiferous ores in the smelting-furnace, in the shaft of which it collects. 
A furnace-calamine from an iron-smelting furnace examined by Anthon 
(J. pr. Chem. 9, 4), was found to contain zinc-oxide 74:9, lime 1°7, 
ferric oxide 13°9, lead- and cadmium-oxide 0°8, silica, with a small 
portion of cobalt-oxide 2°5, quartz adventitiously mixed 4°3 (loss 1:9). 


Properties. Crystalline system, the hexagonal. Led zinc-ore occurs 
in six-sided prisms, of specific gravity 6:2. (Vernon.) In. furnace- 
calamine, Koch found crystals having the forms of igs, 131 (some more 
- obtuse, others more acute), 132, 135, 137, and 188.—At the zinc-smelting 
works at Filisur in the Grisons, there are found sublimed in the upper 
parts of the crucibles in which the zinc is melted, amber-coloured, trans- 
parent, hard, shining, six-sided prisms (/%gs. 135 and 138), which have a 
density of 6:0, yield a white powder becoming yellow when heated, and 
consist of zinc-oxide with a trace of sulphide. (Vernon, Phil. Mag. 
Ann. 7,401).—In the cracks of the earthen tubes in which zinc is dis- 
tilled, Laurent and Holms (Ann. Chim. Phys. 60, 333) found microscopic 
six-sided prisms. When 1 part of zine-oxide is heated to commencing 
redness with from 4 to 6 parts of potash-hydrate, and the product 
exhausted with water, dingy yellow needles of zinc-oxide are left behind. 
(Becquerel, Ann. Chim. Phys. 51, 105.)—Specific gravity of zinc-oxide 
=5°'600 (O. Boullay), 5°7344 (Karsten).--7 According to Brooks (Pogg. 
74, 4389) the specific gravity of pure crystallized zinc-oxide is between 
5°61 and 5:60.—Crystalline zinc-oxide, deposited in an earthen retort 
used for the distillation of zine, was found by W. and T. Herapath to be 
ageregated in acuminated masses of small, shining, transparent crystals, 
which appeared to be right rhombic prisms; their specific gravity was 
5°53. When treated with acids, they yielded, without effervescence, 
from 88:5 to 92 per cent. of zinc-oxide, and an insoluble crystalline 
residue consisting of ZnO, SnO*. (Chem. Soc. Qu. J., I. 42.) T 

The oxide prepared by (1) has the form of white flakes, or, after 
levigation, that of a white powder The oxide prepared by (2) is a 
white, loosely-coherent. powder, having a slight tinge of lemon-yellow. 
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Both varieties acquire a lemon-yellow colour when heated, but lose it 
again on cooling. ‘The change of colour is not accompanied either by 
absorption or by evolution of oxygen. ‘The yellowish tint which the 
second variety, whether it has been gently or strongly ignited, exhibits 
in the cold, is sometimes attributed to the presence of foreign oxides. It 
is, however, exhibited even by the perfectly pure oxide; and, if the oxide 
formed by the combustion of zinc be dissolved in acids, precipitated and 
ignited (Jansen), or dissolved in nitric acid, evaporated and ignited 
(Schindler), it. likewise acquires this yellow tinge; in fact, the oxide pre- 
pared by precipitation and ignition, and which is probably less dense 
than the other variety, appears to possess this colour as an essential 
character.—The carbonate precipitated from cold solutions, yields on 
ignition, a lighter oxide than that which is precipitated hot; and this 
lighter oxide acquires a brighter yellow colour by ignition; if on the 
contrary, the oxide is denser from the presence of sulphuric acid, chlo- 
rine, and soda, it does not exhibit this tinge of yellow when cold. 
(Wackenroder.)—The oxide (2) loses its yellowish tint by strong ignition 
on platinum. (Schindler.)—Zinc-oxide emits a strong light in the blow- 
pipe flame. It is volatile at a strong white heat. 
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Decompositions. By potassium, at a gentle heat, and without com- 
bustion. By charcoal ata strong red heat, yielding zinc vapour and 
carbonic oxide gas. If the zinc-oxide is in excess, carbonic acid gas is 
likewise formed. (Gm.) By carbonic oxide gas, with difficulty, yielding 
zinc and carbonic acid gas. (Dulong, Despretz, Ann. Chim. Phys. 48, 222; 
also Pogg. 18, 159; Gm.) By hydrogen gas, with great difficulty, yield- 
ing metallic zinc and water. (Despretz, Wackenroder, Gm.) By sulphur, 
the products being sulphide of zinc and sulphurous acid. 


Combinations.—a. With water.—HypraTkE oF ZINC-OXIDE, or ZINC- 
HYDRATE.—Ignited zinc-oxide immersed in water does not enter into 
combination with it. (Wackenroder.)—Preparation. 1. When zinc in 
contact with iron is immersed in ‘aqueous ammonia for eight days, and the 
evolved hydrogen allowed to escape through a gas-delivery tube, there 
are deposited on the zinc and on the sides of the glass, small, transparent, 
colourless, rhombic prisms, which have a glassy lustre, are permanent in 
the air, and leave zinc-oxide when ignited. (Schivdler.) Nicklés has like- 
wise found that hydrated zinc-oxide crystallizes in right rhombic prisms. — 
(V. Ann. Chim. Phys. 22, 31.)—2. Nitrate of zinc-oxide is precipitated 
by an insuffieient quantity of potash, and the light, floceulent precipitate, 
washed till the water no longer dissolves out any zinc-salt. (Bonnet.) If 
an excess of potash is used, the precipitate contains potash. Sulphate 
and hydrochlorate of zinc-oxide yield an impure hydrate. (Bonnet.) 
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b. With Acids, forming the Satts oF ZINc-OXIDE or ZINC-SALTS. 
The affinity of zinc-oxide for acids is considerable. The salts are colour- 
less, unless the acid itself is coloured. They are mostly soluble in water; 
the solutions redden litmus, and have a disagreeable, rough, and somewhat 
ferruginous taste. They exert an emetic action. When ignited, they 
give up all their acid, provided it is volatile; the sulphate, however, gives 
up its acid with difficulty. They produce a white deposit on charcoal in the 
inner blowpipe flame; when moistened with nitrate of cobalt and ignited, 
they yield a green residue.—F ree hydrosulphuric acid, added to a solution 
of zinc-oxide in the weaker acids, such as acetic acid, precipitates the whole 
of the zinc in the form of white hydrated sulphide; from solutions of 
zinc-oxide in the stronger acids, such as sulphurie, nitric, and hydro- 
chloric acid, sulphuretted hydrogen precipitates nothing, if the acid is in 
great excess, and only a portion of the zinc, if the acid is not in excess. 
Hydrosulphate of ammonia precipitates zinc-salts completely; the pre- 
cipitated zinc-sulphide is insoluble in hydrosulphate vf ammonia, and 
likewise in caustic ammonia, potash, and soda, and their carbonates, and 
only slightly soluble in acetic acid. With 1 part of zine in the form of 
sulphate dissolved in 10,000 parts of water, hydrosulphate of potash still 
gives flakes; in 20,000 parts of water, only a faint opalescence. (Las- 
saigne.)—Caustic alkalis throw down a white gelatinous hydrate of zinc- 
oxide, soluble in excess of ammonia, potash, and soda. The alkaline 
solution thus formed gives a white precipitate with hydrosulphuric acid; 
but the precipitation is not complete till after some time.—Zinc-salts 


dissolved in water give, with carbonate of ammonia, a white gelatinous _ 


precipitate of carbonate of zinc-oxide, soluble in excess of the re-agent; 
with carbonate of potash or soda, they form a similar precipitate, which, 
however, is insoluble in excess of the re-agent, but is dissolved on passing 
chlorine through the liquid. If the zinc-solution is mixed with sal- 
ammoniac, carbonate of potash or soda gives a precipitate only after long 
boiling. (H. Rose.) A solution of zinc-vitriol, containing only 1 part 
of zinc in 10,000 parts of water, still gives slight flakes with carbonate 
of potash or soda; with 20,000 parts of water, the precipitate appears 
after some time only. (Lassaigne.) Bicarbonate of potash or soda pre- 
cipitates zinc-salts with .copious evolution of carbonic acid.—Zinc-salts 
are not precipitated by carbonate of lime (Fuchs, Schw. 62,191); the 
carbonates of baryta, strontia, lime, and magnesia, do not precipitate 
them at ordinary temperatures, but completely at a boiling heat. 
(Demarcay, Ann. Pharm. 11, 240.)—Phosphate of soda gives a white 
precipitate, soluble in ammonia and in potash:~—Oxalic acid precipitates 
zinc-oxide in the form of a white oxalate, and, according to Thonison, the 
“precipitation is complete. If the solution is very dilute, the turbidity 
does not appear till after some time. (H. Rose.) The precipitate is pro- 
duced, even when the-zinc-salt contains a large excess of acid, provided 
it be considerably diluted. The precipitated oxalate is soluble in 
ammonia and in potash.—Zinc-salts give, with ferrocyanide of potassium, 
a white gelatinous precipitate, and with the ferricyanide, a yellowish red 
precipitate, both soluble in hydrochloric acid: 1 part of zine in the form 
of sulphate, dissolyed in 10,000 parts of water, gives a slight turbidity 


_ which forms salts. [W.] 
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with ferrocyanide of potassium; in 20,000 parts of water, a very slight 
turbidity; with the same quantity of salt in 80,000 parts of water, the 
turbidity does not appear till after 5 or 10 minutes. (Lassaigne.) 
Tincture of galls precipitates the basic salts of zinc, or those which 
contain a weak acid, even when the solutions are very dilute. (Schindler.) 
Zinc-salts are not precipitated by heavy metals, or by sulphite of 
ammonia.—-Those zinc-salts which are insoluble in water, dissolve in 
hydrochloric acid and in a hot aqueous solution of sal-ammoniac. 

c. With alkalis and with certain oxides of the heavy metals. 


C. PEROXIDE oF Zinc ? 


Thénard (Ann. Chim. Phys. 9,55) obtained this compound by treating 
hydrated zinc-oxide with aqueous peroxide of hydrogen at 0°. It forms 
a gelatinous mass, which, even at ordinary temperatures, and still more 
at 100° gives off oxygen gas, and dissolves in acids, forming a salt of zinc- 
oxide mixed with peroxide of hydrogen. Possibly, a compound of zinc- 
oxide with peroxide of hydrogen. 


Zinc AND HyDROGEN. 
A. Hydride of Zinc 1—( Vid. Ruhland, Schw. 15, 418.) 
B. Zincuretted Hydrogen Glas ?—Vauquelin obtained this gas by 


igniting 4 parts of roasted blende with 1 part of charcoal powder— 
Colourless, lighter than air, heavier than hydrogen. Has a faint but 


unpleasant odour. When set on fire by a flaming body, it burns in the 


air with a bluish and yellowish white flame, forming white clouds of 


' zinc-oxide, and depositing a small quantity of metallic zinc. When 


mixed with chlorine, it explodes by contact with flame, producing hydro- 
chloric acid and chloride of zinc. Not decomposed by nitric acid or by 
easily reducible metallic salts. Not absorbed by water. Does not combine 
with salifiable bases. 


ZINC AND CARBON. 


A. Carbide of Zinc ?—Nearly all the zinc of commerce contains carbon. 
—The black powder which is left behind in the distillation of cyanide of 
zinc, and which, when thrown on red-hot coals, burns and forms oxide of 
zinc, is regarded by Berzelius as carbide of zine. 


B. CarBoNATE oF ZINc-oxIDE or Z1nc-CarBoNATE,—Carbonate of » 
Zinc.*—lgnited zinc-oxide does not absorb carbonic acid from the air 
(Schindler); but if carbonic acid gas be passed through ignited zinc-oxide 


* The longer terms, carbonate of zinc-oxide, nitrate of silver-oxide, &c., are those 
which accord most strictly with the received nomenclature of the alkaline salts, such as 
carbonate of soda, nitrate of lime, &c.; the shorter terms, zinc-carbonate, silver-nitrate, 
&e., are convenient abbreviations of them. The more ordinary terms, carbonate of 
zinc, nitrate of silver, &c., though not strictly correct in point of form, are nevertheless 
convenient in the case of metals which, like zinc, lead, and silver, have but one oxide 
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diffused through water in such quantity as to form a semifluid mixture, 
the oxide takes up 4'585 per cent. of carbonic acid and 8°347 water. 
(Wackenroder.) | ? 

a. Octobasic.—Obtained by boiling octobasic sulphate of zinc-oxide 
with aqueous carbonate of soda. — 6. Quadrobasic. — By boiling the 
quadrobasic sulphate with carbonate of soda. (Schindler.) 
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c. With 2 At. acid to 5 At. base.—This is probably the composition 
of Zinc-bloom.—1. Produced when zinc covered with water is exposed to 
the air. (Bonsdorff.)—2. When a zinc-salt is precipitated by monocar- 
bonate of ammonia, potash or soda, In this reaction, carbonic acid is 
set free; and if the solutions are cold, a quantity of zinc-oxide is dissolved 
by it in the form of acid carbonate, greater in proportion to the quantity 
of water present; on_ boiling, however, the carbonic acid is evolved. It 
is difficult to obtain the precipitate quite free from alkali and from the 
acid of the zinc-salt used.—a. A boiling solution of zinc-sulphate is added 
to boiling carbonate of soda (or potash), which may be in excess; violent 
effervescence ensues, and a very soft, loose powder is formed, which 
resembles magnesia alba when dry, and is free from alkaline carbonate, 
if the boiling be continued for some time after mixture. (Schindler.)— 
6. The solution of 1 At. zinc-sulphate and 1 At. carbonate of soda (or 
potash) are mixed cold; in this case, the translucent jelly which separates 
at first is soon transformed, with evolution of carbonic acid, into an opaque 
powder. If the carbonate of soda is in excess, a portion of it is taken up 
by the precipitate and cannot be removed. by subsequent boiling; the 
jelly is then stiffer, but does not become pulverulent even after standing 
for weeks; when washed and dried, it forms a coherent mass which adheres 
tenaciously to the tongue. (Schindler.)—c. The solution of zinc-sulphate is 


_ mixed with sal-ammoniac, and carbonate of soda added, in the cold, till a 


glass rod moistened with hydrochloric acid, gives white fumes when held 
over the liquid. ‘he precipitate, after being washed and dried at 100° in 
vacuo, is free from soda and sulphuric acid. (Berzelius, Jahresb. 15, 130.) 
d. Solution of zine-sulphate is precipitated in the cold with a precisely 
equivalent quantity of carbonate of ammonia. ‘The precipitate, which is 
crystalline at first, becomes very light after drying. (Wackenroder.)— 
Solution of zinc-nitrate is precipitated cold by an exactly equivalent 
quantity of carbonate of soda. (Wackenroder.)—The precipitate obtained 
by decomposing zinc-salts with alkaline carbonates at ordinary tempera~ 
tures, is, when recently precipitated, much lighter than that obtained 
from hot solutions. The former contains originally dicarbonate of zinc- 
oxide. together with a large quantity of water, but loses so much water 


and carbonic acid in drying, that it becomes identical in composition 


with the salt precipitated from hot solutions. (Wackenroder.) 
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White, loosely-coherent powder, resembling magnesia alba. Dissolves 
in 2000—3000 parts of water (in 44642 pts. Fresenius), but separates 
from the solution when heated, and does not re-dissolve on cooling. 
(Schindler.) According to Wohler (Pogg. 28, 616), this salt is deposited 
in small shining crystals when an aqueous solution of the compound of 
zinc-oxide and potash is exposed to the air.—Dissolves readily in a cold 
aqueous solution of hydrochlorate or nitrate of ammonia (Brett, Wittstein), 
and disengages ammonia when heated therewith. (L. Thompson.) 
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Berzelius and Wackenroder examined the salt dried at 100°; with respect 
to the other analyses no such particulars are stated. According to 
Berzelius, the salt is composed of 5ZnO, 2C0?+38 Aq.=2(ZnO, CO?) 
+3(ZnO, HO). Schindler prefers the formula: 8ZnO, 8CO?+6 Aq. and 
Wackenroder gives the preference to 12Zn0, 4CO’+9 Aq. The analyses 
of Smithson and Bonsdorff give nearly: 3Zn0, CO?+3 Aq.—4% Lefort 
(J. Pharm. 3rd series, 11, 329) gives for the salt obtained by precipitat- 


ing a zinc-salt with carbonate of soda or potash at a boiling heat, the 


formula: 8ZnO, 83CO0?+6H0O. 7 

d. Bibasic.—Dicarbonate.—Formed by precipitating a solution of 
zinc-sulphate at ordinary temperatures with sesquicarbonate of soda, 
washing the precipitate thoroughly, and drying it in the air.—Soft, white 
powder. (Boussingault, dnn. Chim. Phys. 29, 284.) By precipitating 
from hot solutions, the salt ¢ is obtained. (Schindler.) 
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e. Monocarbonate-—Found in nature as Zinc-spar and Calamine. 
Crystalline system the rhombohedral: Wig. 141, 143, 145, and other 
forms; 7°: 7°=107° 40'; r':r behind=72° 20’. (Wollaston.) Cleavage 


parallel to 7. Specific gravity, 4°3765 (Karsten), 7-442 ( Mohs). Hard- 


ness equal to that of apatite. White, transparent. Not fusible before 
the blowpipe. Turns green when ignited with nitrate of cobalt. Dis- 
solves in acids with effervescence; soluble in caustic potash. According 
to Schindler, this salt may be obtained artificially, containing, however, 
a small quantity of water (probably from admixture of salt d): 1. By 
precipitating in the cold a solution of 1 At. zinc-sulphate in ten times its 
weight of water with a solution of 1 At. bicarbonate of potash or soda. 
The loose, non-gelatinous precipitate is, after drying, soft, white, and 
- much heavier than the salt c. (Berzelius obtained by this process the 


galt c, containing 73 per cent. of zinc-oxide; Lefort obtained by the same 


_ process, a salt containing: 3Zn0,CO?+6HO),—2. The aqueous solution 
of the acid salt 7, when left to evaporate spontaneously, deposits the 
monocarbonate in the form of a granular powder. (Schindler.) 
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{ Manganiferous Zinc-spar. The following varieties of zinc-spar 


from Aachen containing manganese, have been analyzed by Monheim. 
(L. & K. Jahresb. 1848, 1225.) a, light-green, rhombohedrous: sp. gr.. 
= 4:03; 6, dark green: sp. gr. = 3:98, both from Herrenberg ; 
c, yellowish white from Altenberg: sp. gr. 4°20. 
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Ferruginous Zinc-spar; Kapnite? Monheim has likewise analyzed 
several specimens of the ferruginous zine-spar from Altenberg described 
_ by Breithaupt as a new mineral species under the name of Kapnite. The 


proportion of iron in these specimens being very variable, Monheim does 
not regard the mineral as a distinct species, but proposes for the light-. 
green varieties, rich in zinc, the name of Ferruginous Zinc-spar, and for . 


the dark-green varieties and those which turn brown by oxidation of the — 


iron, the term inc-ironspar: (a) sp. gr.= 4°09; (6) sp. gr.= 4:15; 


(c) sp. gr.=4:00; (d) sp. gr.= 4-04" (¢) sp. gr.=4°00; (f) sp. gr. not 


- determined. 
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SANG WEG PHATE, 70 


ie Aéebaall Metallic zine, the hydrated pete and the carbonates. 
a@...e are easily soluble in excess of: chains coe eae ese 
rs Jahn, Ann. Pharm, 28, 119.) . . 


ZINC AND Boron. 


BoraTE oF ZINC-oxIDE.—Precipitated on mixing an aqueous solution 
of zinc-sulphate with borax. White powder, insoluble in water, but 
soluble in aqueous boracic acid. Turns yellow in the fire, and is con- 
verted into a solid, compact, opaque slag. (Wenzel; comp. Tannermann, 
Kastn. Arch. 20, 14.) : 


ZINC AND PHOSPHORUS. 


A. PHospHipE or Z1nc.—a. When pieces of phosphorus are thrown 
upon melted zinc, a lead-grey mass is obtained, having the metallic 
lustre, somewhat ductile, smelling like phosphorus when hammered, and 
burning like zinc when heated. (Pelletier;. comp. Landgrebe, Schw. 53, 
460). —b. The silver-white substance with conchoidal fracture which 
sublimes on-igniting 6 parts of zinc with 6 phosphorus and 1 charcoal, or 
2 zinc with 1 phosphorus in a glass retort, appears to be richer in 
phosphorus than the last.—c. When phosphuretted hydrogen gas is passed 
over gently heated chloride of zinc—whereupon hydrochloric acid gas is 
slowly evolved—and the mass afterwards digested in water, phosphide of 
zinc remains in blackish particles, which exhibit the metallic lustr e, emit. > 
a phosphorus flame when heated on charcoal before the blowpipe, and are ~ 
perfectly insoluble in hydrochloric acid. (H. Rose, Pogg. 24, 235.) 


- B. Hypornospuite oF Zinc-ox1pe.—The solution of zinc in heated 
aqueous hypophosphorous acid, yields by evaporation in vacuo, indistinct 
erystals, which, when heated to redness in a retort, swell up strongly, 
give off non-spontaneously inflammable phosphuretted hydrogen, and 
leaye a residue soluble in peer acid.’ (H. Rose, Pogg. LE 92. oe 


©. Puospuire or ZINc-oxIDE. —Perchloride of phosphorus dissolved 

in water and neutralized by ammonia, precipitates a small quantity of 
this salt from a solution of zinc-sulphate, the rest remaining in solution, 
and separating when the liquid is boiled. The salt, when heated, swells. — 
up strongly, and. gives off hydrogen gas, mixed, especially towards: the . 

_ end of the reaction, with phosphuretted hydrogen. 100 parts of the 
salt dried in vacuo leave, on ignition, 79°43 parts of residue “chad | 
53°38 per cent. of zinc-oxide, and 46°62 phosphoric acid. - 100 parts. 
of the dried salt oxidated by nitric acid and ignited, yield 81:4 parts of 
diphosphate of zinc-oxide. The salt dissolves with difficulty in water, 
se Rose, Pogg. 9, 29.) | 
H. ay 
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D. ORDINARY PHOSPHATE OF ZINC-OXIDE or Z1NC-PHOSPHATE, — 


a, Triphosphate. —Precipitated on mixing a solution of a zinc-salt with, 
MOia Vs. | te C 


ae: Ge 


aan 
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diphosphate of ammonia, potash, or soda, the supernatant liquid becoming 3 
acid, (Mitscherlich.) When dilute solutions of sulphate of zinc-oxide 
and diphosphate of soda are mixed in the cold, a translucent jelly is at — 


first produced; this, however, soon becomes opaque and aggregates into a 
fine white crystalline powder. If the solutions are mixed boiling hot, 
no jelly is produced, but the pulverulent precipitate is formed at once and 
has the same composition. (Schindler.) The same compound is doubtless 


acid not in excess. White, crystalline, tasteless powder. Fuses easily, 
forming a transparent and colourless glass. Insoluble in water; soluble 
in acids; likewise in ammonia and in carbonate, sulphate, hydrochlorate, 

_and nitrate of ammonia—in the last three, however, with slight turbidity. 


Anhydrous. Hydrated. - Schindler. 
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b. Diphosphate. On mixing a solution of 3 parts of zinc-sulphate 
in 32 parts of hot water, with a solution of 4 parts of crystallized diphos- 
phate of soda in 32 parts of hot water, this salt is deposited in shining 
lamin. (Graham.) In this case, the zinc-sulphate is in excess; in the 
preparation of salt a, it appears to be necessary that the phosphate of 
soda be in excess. The erystals do not lose water at 100°; but at a 
temperature below the melting-point of tin, they give off 2 At. water, 
_ retaining their lustre; at a red heat they fuse and give off 3 At. water. 
(Graham, Ann, Pharm. 29, 28.) 


Dried. - Crystallized. 
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- formed on digesting carbonate of zinc-oxide with aqueous phosphoric 
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c. Acid Phosphate. By dissolving zine, or the carbonate or phosphate | 


of zinc-oxide in excess of acid and evaporating. Gummy mass which 


fuses in the fire to a transparent glass. When a small quantity of alkali . 


is added to its aqueous solution, the salt @ is deposited. (Wenzel.) 


_E. Pyropuyospnate or Zinc-ox1pE.—By precipitating a zinc-salt with 


pyrophosphate. of soda. The precipitate is decomposed by boiling with 
ordinary phosphate of soda, yielding ordinary phosphate of zinc-oxide 


and pyrophosphate of soda. (Stromeyer, Schw. 58, 129.) % The salt 


precipitated as above forms a white bulky mass, which in drying shrinks 


_ up like hydrate of alumina. If it be suspended in water, and sulphurous’ 
acid gas passed through the liquid, the whole dissolves, and the solution, 
when boiled, yields the'§alt.in the form of,a heavy, white, beautifully 
crystalline powder consisting of 2(2Zn0,bP0°)+3Aq. Both the amor-— 
phous and the crystalline salt dissolye in acids and in caustic potash; 
ammonia likewise dissolves the salt, and alcohol added to the solution © 


_ throws down a syrupy mass. (Schwarzenberg, Ann. Pharm, 65, 151.) J 


MerapHospHate or Zinc-ox1pr.—Formed by burning hyposulpho- — 


phosphate of zinc. Transparent glass, soluble in water. (Berzelius.) - 


so all 


SULPHIDE OF ZINC. _ are 4%: 


ZINC AND SULPHUR. 


A. SuLPHIDE oF Zino, or ZINC-SULPHIDE.—F ound in nature as Blende, 
frequently containing sulphide of iron and sulphide of cadmium. 
_ Noggerath and Bischof (Schw. 65,245) found in an old mine a quantity 
of zinc-sulpbide mixed with washings of the ore, forming a deposit some 
inches in thickness on the wood-work; it had probably been formed by 
the reducing action of the wood upon sulphate of zinc-oxide. Yormation. 
1. When sulphur vapour is passed over red-hot zine, a small quantity 
of white sulphide is produced. (J. Davy.) When zinc-filings are heated 
with sulphur, the sulphur volatilizes before combination takes place. 
The sulphide of zinc, which has a very high melting point, envelops the 
zinc in the form of a solid crust; hence the imperfect combination. 
2. When zinc is heated with cinnabar (the heat must be very strong towards 
the end of the process). decomposition takes place, with explosion, the 
sulphur combining with the zinc and the mercury volatilizing. Zinc- 
filings mixed with pentasulphide of potassium withdraw the sulphur from 
that compound, and with explosive combustion if heat be applied. 

(Berzelius.)—3. According to Dehne, oxide of zinc, heated with sulphur, 
yields a sulphide of zinc which might. easily be mistaken for blende. 
(Despretz, Ann. Chim. Phys. 33, 168.)—4. By heating anhydrous sulphate 
of zinc-oxide with sulphur. (Vauquelin.) The mixture is heated in an 
earthen retort, first to dull redness, then more strongly; the sulphide 
_ of zinc produced is mixed with more or less undecomposed sulphate, 

which may be. extracted by water, or completely converted into sulphide 
by again igniting the mixture with sulphur. (Gay-Lussac.)—5. Anhy- 
drous sulphate of zinc-oxide is ignited with charcoal or in a. charcoal 
crucible; if, however, a very strong white heat be applied, very little 

Yemains in the crucible. (Berthier.) When 100 parts of the dry salt 
are ignited in a charcoal crucible with 15 parts of charcoal, part of the 
_ sulphuric acid escapes in the form of sulphurous acid before the charcoal 

begins to act strongly, and consequently there is formed a mixture of 
sulphide and oxide of zinc, the latter of which may be extracted by 
dilute hydrochloric acid. If a strong white heat be applied, the residue 
amounts to only 15 per cent. (Berthier, dan. Chim. Phys. 33, 168.) The 
more quickly the heat is raised to whiteness, the smaller is the quantity 
of oxide mixed “with the sulphide. (Gay-Lussac.)—6. The precipitate 
formed by hydrosulphurie acid in a solution of a zinc-salt is ignited in a 
stream of hydrosulphurie acid gas. (Berzelius.) Ye 

The native sulphide belongs tothe regular system: Jig. 2, 3, 4, 6, 8; 
13, 14, and other forms.’ Cleavage easy parallel to d. Harder tham 
-ealespar. Sp. gr. 3:'9—4:°07. Transparent, pale yellow. The presence 
of other metallic sulphides gives it a red, brown, black, or green colour. | 
The artificial sulphide is a white or yellowish, loosely-coherent mass. 


Sp. gr. 3°9235. (Karsten.) When prepared by (5) it is pulverulent and. 


as white as the oxide, (Berthier.) Fuses only at very high tempera- 
_ tures: not volatile at a white heat. — hie | 


- Arfvedsonm. Thomson. . Proust,’ 
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When mixed with charcoal and raised to an intense white heat, 
it volatilizes, doubtless in the form of sulphide of carbon and metallic 
zinc. (Berthier.) When heated in the air, it oxidates but slowly, 
evolving sulphurous acid and forming oxide and sulphate. Completely 
oxidized by fusion with nitre. Decomposed for the most part by evapo- 
ration with oil of vitriol. Dissolves in nitric acid, with evolution of 
nitrous gas and separation of sulphur, and in hot strong hydrochloric 
acid, with evolution of sulphuretted hydrogen. Decomposes vapour of 
water slowly at a red heat, more abundantly at a white heat, oxide of 
zinc being formed and sublimed. (Regnault, Ann. Chim. Phys. 62, 380.) 
When it is heated to redness with carbonate of soda, in equal numbers 
of atoms, the mass fuses and boils, and yields a yellowish white mixture 
of sulphide of sodium, oxide of zinc, and undecomposed sulphide of zine. 
(Berthier, Ann. Chim. Phys. 33, 167.) [For its decomposition with 
oxide of lead, see Oxide of Lead. | | 


Hydrated Sulphide of Zinc, or Hydrosulphate of Zinc-oxide.—The 
white pulverulent precipitate which hydrosulphuric acid and alkaline. 
hydrosulphates produce with zinc-salts. On passing hydrosulphuric gas 
very slowly through a solution of zinc-sulphate from which part of the 
zinc has been already precipitated by that gas, the sulphide is obtained, 
partly in the form of a dense mass, partly in rhombic lamine attached 
thereto; these crystals are yellowish, not hard, and easily cloven. 
(Schindler.) When hydrochlorate of zinc-oxide mixed with excess of 
acid is precipitated by sulphuretted hydrogen, the precipitate contains 


sulphide of zine in combination with chloride. (Reinsch, Repert. 56, 190.) 


—The white compound is converted by ignition into the yellowish 


anhydrous sulphide. The sulphide thus formed is mixed, however, with 


a small portion of oxide, inasmuch as hydrosulphuric acid gas\is evolved 
during ignition. (Schindler.)—-Hydrated zinc-sulphide dissolves more 


readily in nitric or hydrochloric acid than the anhydrous sulphide; dis- 
solving, in fact, without the application of heat: it is also slightly soluble — 


in a large excess of acetic acid. (Wackenroder, WV. Br. Arch. 16, 183.). 
While yet moist, it likewise dissolves in aqueous sulphurous acid. 


(Berthier. ) . , ar 
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The compound examined by Schindler was dried at 37°5°; that 


examined by Geiger & Reimann (Mag. Pharm. 18, 25), at 100°. Ac-— 


cording to Schindler, it loses half its water at 100°, but recovers it o 
exposure to the air. | te 


B. Oxy-suLPHIDE oF Z1nc.—When hydrogen gas is passed over 100 


parts of anhydrous sulphate of zinc-oxide ignited in a glass tube, the salt 


is quickly reduced, with formation of sulphurous acid and water; shortly 
_ before the end of the reduction, the mass exhibits a swelling movement 

and a glimmering light, and a small quantity of metallic zinc sublimes. 
The residue consists ‘of 56 or 58 parts of a straw-yellow powder, contain- 
ing rather more than 1 At. sulphide of zinc to 1 At. oxide. . This com- 
pound, when ignited in a stream of sulphuretted hydrogen, is converted 
z into zinc-sulphide and water; hydrochloric acid dissolves it, with eyolu- 
~ tion of sulphuretted hydrogen. (Arfvedson, Pogg. 1, 59.) . 


ZINC-SULPHITE. eae 


_ Under this head may likewise be included the following compounds, 
which however contain a larger quantity of sulphide: a. Volzite. Warty 
masses formed of concentric shells; of specific gravity 3°66; pale rose-red 
or yellowish; slightly translucent... Contains: zinc-sulphide 82:82,— 
zinc-oxide 15:34,—ferric-oxide 1°84. (Fournet, Pogg. 31, 62.)—0. Fur- 
nace-calamine from a Freiberg furnace. Hollow six-sided prisms or 
laminar masses; yellow, or, if they contain sulphide of iron or other 
metallic sulphides, brown and black. Contains 4 At. sulphide of zinc to 
1 At. oxide. Gives up the latter to boiling acetic acid. (Karsten, Schw. 
57, 186.) | 


C. Hyposunpuite oF Zinc-oxipE.—Formed by digesting aqueous 
sulphite of zinc-oxide with sulphur in close vessels.—2. By precipitating 
hyposulphite of baryta with sulphate of zinc-oxide, and filtering. (Raim- 
melsberg.)—3. By passing sulphurous acid gas through water in which 
freshly precipitated hydrate of zinc-sulphide is diffused: solution takes 
place with difficulty and is attended with deposition of sulphur. (Ram- 
melsberg, Pogg. 8, 442.)—4. By dissolving zinc inf aqueous sulphurous 
acid. The products are sulphite of zinc-oxide which crystallizes out, 
and hyposulphite which remains in solution. (Mitscherlich, Pogg. 8,442.) 


at 2Zn +380? = ZnO, SO? + ZnO, 820%. 


If the sulphurous acid becomes very hot by acting on the zinc, sulphu- 
retted hydrogen is evolved, and a portion of the zine is thereby re-pre- 
cipitated. (Berzelius; comp. Koene, Pogg. 63, 245.)—The crystals which 
- Fourcroy & Vauquelin (Fourcroy, Systéme 5, 380) obtained by dissolving 
zine in sulphurous acid appear to have been sulphite of zinc-oxide with a 
portion of hyposulphite adhering to it in the mother-liquid. According 
_ to Wohler (Jahresber. 15, 155), zine, when digested with a saturated 
aqueous, solution of sulphurous acid, forms sulphide of zine and sulphate 
of zinc-oxide.—The salt is so easily decomposible that it cannot be 
obtained in the solid state. _If the colourless and inodorous solution, 
which is not precipitated by alcohol, be evaporated at ordinary tempera- 
tures either in the air or in vacuo, white sulphide of zinc is precipitated 
at a certain degree of concentration, and trithionate of zinc-oxide remains 
in solution. (Fordos & Gélis, Compt. rend. 16, 1070; also J. pr. Chem, 
29, 228): ea < | 
2(Zn0,8?0?) = ZnS + ZnO,8*0°. 


According to Rammelsberg, sulphur is precipitated under these citcum- 
stances, and a solution of zinc-sulphate formed. 


D. TErraTHronavE oF Zinc-ox1pE,—Soluble. (Fordos & Gélis.) 


- , TrirHionate or Zinc-ox1pr.—Remains dissolved when a solution 
__ of the hyposulphite is evaporated. Decomposed by the slightest rise of 
temperature in the liquid; so that when aqueous hyposulphite of zinc- 
oxide is evaporated to dryness, sulphurous acid is evolved and there” 
remains a mixture of sulphide of zinc, sulphur, and'sulphate of zinc-oxide, 
> -(Fordos’& Gélis.)= * ts.” | os 


_. FF, Sunpurre or Zixc-oxipr or Zinc-suupHiTE.— Oxide of zinc 
_ dissolves in sulphurous acid with eyolution of heat, and yields small 
 erystals having a pungent, styptic taste; they are slightly soluble in 
water, but-not in alcohol, (Fourcray & Vauquelin.) The solution when 
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evaporated yields pearly scales, (A. Vogel, J. pr. Chem. 29, 280.) 
When boiled it deposits a basic salt, the solubility of which diminishes 
_as the boiling is continued. (Berthier, V. Ann. Chim. Phys, '7, 82.) The 
 erystals consist of ZnO,SO*+2Aq. (Fordos & Gélis.) According to 
Bottinger (Ann. Pharm. 51, 405), ignited . zinc-oxide dissolves with 
difficulty in sulphurous acid, and the oxide is deposited on boiling. 


G. HyposuLpHATE oF ZINC-oxIDE.—Formed by precipitating hypo- 
sulphate of baryta with an equivalent quantity of zinc-sulphate, then 
filtering and evaporating. Indistinct crystals, having a very rough 
taste, permanent in the air, leaving 48°42 per cent. of zinc-sulphate when 
ignited, very easily soluble in water, and converted into sulphate when 
the solution is boiled, 3 
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_ H. SvtpHate or Z1nc-ox1pE or Zino-sutPuatTe.—Sulphate of Zine. 
a. Octobasic.—Precipitated. on adding water .to a concentrated: solution 
of the bibasic sulphate. Very light precipitate, loosely coherent after 
drying. When dry, it does not absorb carbonic acid. When kept for a 
long time under a solution of monosulphate of zine-oxide, it is converted 
into the quadrobasic salt. Resolved by gentle ignition into a mixture of 
zinc-oxide and monosulphate of zinc-oxide, which may be extracted by 
water. Not soluble in water. (Schindler, Mag. Pharm. 31,181.) _ 
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b. Sexbasic—When NH?+ Zn0,80° is treated with water, this salt 
is left undissolved in the form of a white powder, which, when heated, 
gives off 24°12 per cent. of water and afterwards absorbs 8°4 per cent. 
from the air. (Kane, Ann. Chim. Phys. 72, 310.) | 


Anhydrous. - - Hydrated, Kane. » 
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c. Quadrobasic.—1. Formed by heating zinc-vitriol till it is partially 
decomposed, and boiling the residue with water.—2. By boiling the 
aqueous solution of zine-vitriol with metallic zinc or zinc-oxide.—3. By. 
precipitating zinc-vitriol with an insufficient quantity of potash, washing 
the loosely-coherent precipitate, and dissolving it in boiling water. In — 
all three cases, the solution must be filtered hot, and then the salt will 
separate as it.cools. (A. Vogel.) The second method is the surest; in 
applying the third method, only a small quantity of potash must be used; 
“a larger quantity throws down a more basic salt. (Kiihn, Schw. 60, 337.) 
This salt likewise crystallizes out, when a solution of. zinc-vitriol is 


; 


ZINC-SULPHATE. . 23 


placed for some time in contact with metallic zinc, or when a solution of 


the bibasic sulphate is left to evaporate slowly in a glass with a narrow 
mouth. (Schindler.) White, shining, opaque scales (A. Vogel); long, 
soft, flexible, transparent, four-sided needles, bevelled at the extremities 
like those of zinc-vitriol. (Schindler.) When slowly dried it presents 
the appearance of a soft powder, greasy to the touch,—but when quickly 
dried in considerable quantities, it forms a somewhat. tenacious, unctuous 
mass, having a dull and somewhat conchoidal fracture. (Kuhn.) Crystals 
of this salt which have been dried in the air give up 24°7 per cent. 
(8 atoms) of water between 100° and 125°, without melting or falling to 
pieces, while 2 atoms remain. Ata low red heat, the salt is resolved 
into oxide of zinc and the monosulphate, the latter of which may be 
dissolved out by water. (Schindler.) Scarcely soluble in water either 
cold or hot, but dissolves in a boiling solution of zinc-vyitriol. (Kuhn.) 
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According to Schindler, a is the salt dried above 100°; and d@ is the 
salt dried at ordinary temperatures; according to Kuhn, 0 is the salt 
dried somewhat above 100°, and ¢ is the salt dried at ordinary tempera~ 
tures ; according to Graham (Ann. Pharm. 29, 29), the salt has the 
composition 6. — : 

d. Bibasic Salt.—Disulphate.—Obtained in solution: 1. By leaving a 


- concentrated: solution of zinc-vitriol for a considerable time in contact 


with metallic zinc or zinc-oxide.—2. By precipitating the oxide from one 
half of a concentrated solution of zinc-vitriol, and adding the precipitate 
to the other-half. The solution yields small crystals on evaporation; it 
is decomposed by rapid boiling, by slow evaporation, or by dilution with 
a large quantity of water, the salt c being deposited. It is precipitated 
by tincture of galls, Zinc-vitriol, when. mixed with this salt, loses its 
tendency to crystallize. (Schindler.) oe 
e. Monosulphate.—Zine-vitriol, White Vitriol, Gallitzenstein, Vitriolum 
album s. Zinci.—Zine dissolves in heated oil of vitriol with evolution of . 
sulphurous acid, and in dilute sulphuric acid, at ordinary temperatures, 


with evolution of hydrogen, Not only does pure zine dissolve more _ 


slowly than impure zinc, but according to Barrat (J. Chim. Med. 17, 655), 


the state of aggregation has:an influence on the rate of solution. Zinc 


_ which dissolves with difficulty, ceases altogether to evolve gas if it be 


_ dissolves less zinc when 1-part of nitric acid is added to it than it would © ; 


granulated by pouring it into water while in the fused state; but if it- — 


be then fused-again, and cast in plates, it will yield a considerable 
quantity of gas.—1 part of oil of vitriol diluted with 80 parts of water, | 


without that addition (Bigeon); according to Dobereiner (J. pr. Chem. 1, 


- 450), the cause of this difference is, that in the latter case, ammonia is 


- formed, and saturates part of the sulphuric acid; hydrogen is, however, “4 


eS pace a 


24 ZINC. 1 ee 
always evolved, but if a large quantity of nitric acid be added, nitric 
oxide gas is likewise given off. Oxide of zinc combines with oil vitriol, 
producing great devolopment of heat. (Cadet, Zaschenb. 1782, 26.) 

The salt is prepared on the large scale by roasting ores containing. — 
sulphide of zinc, afterwards exhausting them with water, and evaporating 
the solution to the crystallizing point. By fusion in its own water of crys- ° 
tallization, stirring in wooden troughs with wooden shovels till crystal- 
lization takes place, and subsequent pressing in boxes, commercial zinc- 
vitriol is made to assume the appearance of loaf-sugar. It is contaminated 
with the substances mentioned on page 6, and may be purified from all of 
them, excepting sulphate of magnesia, by the methods detailed on pages 
6 and 7. The zinc-vitriol of Goslar contains: ZnO, 15:00; MgO, 5:10; 
MnO, 3°24; .FeO, 0°30; SO*, 29:04; Aq. 47:00 (loss 0°32.) (Wittstein 
Repert. 55, 193.) On the small scale, zinc-vitriol is obtained by dis- 
solving zinc in dilute sulphuric acid. [For the purification, vid. pp. 
ne The crystals, when heated somewhat below redness, yield the 
anhydrous salt, which is white, friable, of specific gravity 3°40 (Karsten), 
and has a styptic and slightly acid taste. When ignited alone, it gives 
off anhydrous sulphuric acid, sulphurous acid, and oxygen gas, and is 
converted, first into salt c, and afterwards at incipient whiteness, into 
pure zinc-oxide. When heated to low redness with excess of charcoal, 
it gives off sulphurous acid and carbonic acid gases in the proportion of 
2 vol. SO* to 1 vol. CO*, and leaves zinc-oxide mixed with charcoal and 
traces of metallic zinc and zinc-sulphide, from which, at higher tem- 
peratures, zinc is reduced. If, on the contrary, the mixture be quickly 
heated to whiteness in a porcelain retort, it evolves at first nothing but 
sulphurous acid gas; but as soon as the heat becomes strong, the gas 
evolved consists wholly of carbonic oxide, with a small portion of carbonie 
acid, and the residue consists of sulphide of zinc. (Gay-Lussac, Ann. 
Chim. Phys. 68, 482; also J. pr. Chem. 11, 65.) Hydrogen gas converts 
the salt at a red heat into oxysulphide of zinc. (Arfvedson.) The salt, 
when mixed with sulphur and heated in an earthen retort, first to low 
and afterwards to bright redness, gives off a large quantity of sulphurous 
acid gas, and leaves sulphide of zine still mixed with a small quantity of 
sulphate. (Vauquelin, Gay-Lussac.) The salt, when mixed with an aqueous 
solution of sal-ammoniac, is converted into sulphate of zinc-oxide and 
ammonia, and hydrochlorate of zinc-oxide; and with solution of nitre, into 
sulphate of zinc-oxide and potash and nitrate of zinc-oxide. (Karsten.) By 
aqueous hydrochloric acid it is simply dissolved, not decomposed. (Kane.) 
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Combinations with Water.—The salt dehydrated by ignition and 
afterwards moistened with water, combines with the water, producing 
rise of temperature. (Graham.) When exposed to air saturated with 
aqueous vapour, it takes up in three weeks rather more than 7 atoms of 
water of crystallization. (Brandes.) If exposed to the air in summer in 
the state of fine powder, it absorbs 76°9 per cent. (7 At.) of water in the 
course of ten days, but no more afterwards. (Bliicher.) | 
q ~  @, Mono-hydrated—Remains behind when the hepta-hydrated salt is. 
dried in the air at 100°, or in yacuo over oil of vitriol at 20°. (Schindler, 


ZINC-SULPHATE. ; 25 


Graham.) Likewise separates in crystalline grains during the cooling of 
a boiling saturated solution of zinc-vitriol in water. Does not part with 
its one atom of water at 205°, but gives it up when heated to about 238° 
(Graham); at this temperature, a small quantity of sulphuric acid is 
likewise volatilized. (Thomson, Ann. Phil. 26, 364; Schindler.) 
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8. Bi-hydrated.—1. The crystals of the hepta-hydrated salt give up 
31:4 per cent. of water at 50°, and crumble to a white powder. (Schindler.) 
2. When a solution of zinc-vitriol supersaturated with sulphuric acid 
is evaporated at a temperature near 100°, a crust of salt forms on its 
surface, covered with closely-packed, transparent and colourless crystals, 
which, when immersed in cold water, soon become opaque (Schindler); 
so likewise, a concentrated solution of zinc-vitriol, mixed at a boiling 
heat, with sulphuric acid, yields a crystalline powder of the same com- 
position (contaminated only with adhering sulphuric acid), and this, when 
digested with alcohol of specific gravity 0°856, is converted into the 
penta-hydrated salt. (Kuhn.)—3. The powder of the hepta-hydrated salt 
is converted by boiling with absolute alcohol into a rough sandy substance 
consisting of the bi-hydrated sulphate, (Kiuhn.) 
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y. With 34 atoms of Water.—1. When a concentrated aqueous solu- 
tion of zinc-vitriol containing a small quantity of free acid is left to itself 
for some time, it deposits, at 0°—besides crystals of the hepta-hydrated 
salt—the salt y in opaque rhombohedrons, which are permanent in the air 
and, when heated, give off their water without fusing. (Anthon, J. pr. 
Chem. 10, 352; comp. Kane, Ann. Chim. Phys. 72, 267.) 
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0. Penta-hydrated.—1. A solution of zinc-vitriol evaporated between 
40° and 50°, becomes covered with a crust consisting of this salt. (Schind- 
ler.)—2, The finely pounded hepta-hydrated salt, boiled with alcohol of 
specific gravity 0°856, yields a uniform pasty mass, which afterwards 
solidifies into a hard crystalline substance, having a waxy fracture. 
Entire crystals of zinc-vitriol immersed in cold alcohol, slowly become 
opaque throughout their whole substance; in boiling alcohol the change 
takes place immediately. (Kuhn.) 
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2. Sea-hydrated.—Separates from the aqueous solution at a temperature 
above 30°, in oblique rhombic prisms, A crystal of the ter-hydrated salt 
heated above 52° becomes opaque, because it is thereby converted into an 
aggregate of small crystals of the sex-hydrated salt. (Mitscherlich.) The 
correction mentioned in III, 238, applies here also. 


S. Hepta-hydrated.—The ordinary form of zinc-vitriol. Separates 
from the aqueous solution at temperatures below 30° (86° F). Large, 
transparent, colourless prisms belonging to the right prismatic system. 
Fig. 73 3a 1a = 919 MS et sm 185° 883 al 184° 27; ws the 
face above it = 128° 58'; y:m = 120°; 71:¢=119° 23’. Cleavage 
parallel to 4. (Brooke, Ann. Phil. 22,437.) Sp. gr. 2:036, (Mohs.) The 
crystals effloresce slightly in the air; at 100°, they give off 37-315 p.c. 

6 At.) of water, and afterwards, when heated to low redness, 6-965 p. c. 
(Kiihn.) When boiling water is poured upon them, they decrepitate and 
become opaque. (Schindler.) 1 part of the crystals dissolves in 0°922 
_ water at 17°5° (63°5° F.), forming a solution of specific gravity 1°4853 
(Karsten); hot water dissolves a larger quantity. Hot alcohol, also, 
even if absolute, dissolves a trace. (Kuhn.) 
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f. Bisulphate of Zinc-oxide.—Obtained by accident. Transparent, 
colourless, oblique rhombic prisms. Jig. 81, with face and some others. 
aw: w=111°; ¢:u or w=106°; ¢ : f, behind=118°. Fuses when heated, 
giving off water containing sulphuric acid, and leaves, on ignition, 40 per 
cent. of monosulphate. Dissolves with difficulty in cold water, easily in, 
warm water. (Von Kobell, J. pr. Chem. 28, 492.) ; 
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I. SutpHocarBonatE oF Zr1nc.—Zinc-salts give with an aqueous — 
solution of sulphocarbonate of calcium, a yellowish-white precipitate, 
which, on drying, becomes pale reddish-yellow and translucent. (Ber- 
zelius. ) 


K. SuLpHIpE oF PHospHorvs AND Z1nc.—Sulphide of zine, obtained 
by precipitating a zinc-salt with hydrosulphate of ammonia, and igniting 
the precipitate in a current of hydrosulphuric acid gas, is placed in the 
first of two bulbs blown upon a glass tube, then moistened, by means of a 
pipette, with liquid protosulphide of phosphorus, and very cautiously © 
heated in a current of hydrogen gas, till the excess of sulphide of phos- 
phorus is expelled. If the red mass-should turn white from heating too 
strongly, the whole must be left to cool till the sulphide of phosphorus 
has again penetrated the mass, and then the heat may be again applied. 
(Vid. Il., 215.)—Fine red powder of the colour of minium. Resolved by 
distillation below a red heat into sulphide of phosphorus which passes 
over in the form of a pale-yellow liquid, and white zine-sulphide which — 


ZINC AND SELENIUM, 27 


remains behind. Takes fire readily, and when finally heated to redness, 
leaves ordinary monophosphate of zinc-oxide in a state of fusion. Dis~- 
solves in hydrochloric acid with copious evolution of sulphuretted 


hydrogen, and separation of red pulverulent eee of phosphorus. 
(Berzelius, Ann. Pharm. 46, 150.) 
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ZINC AND- SELENIUM. 


A. SELENIDE oF Z1nc.—These elements combine but very imperfectly 
when fused together, the greater part of the selenium volatilizing, and a 
mere film of sulphur-yellow selenide of zinc being formed on the surface 
of the metal; but the combination takes places easily and with explosion, 
when vapour of selenium is passed over zinc at a red heat.—Lemon- 


yellow, pulverulent. —-Cold dilute nitric acid dissolves the zine, with 


evolution of nitrous gas; the selenium, which separates in the first 


_ «instance, is afterwards dissolved, on the application of heat, in the form of 


selenious acid. (Berzelius.) 

Hydrated Selenide of Zine, or ydroselemate of Zinc-ouide. —Aqueous 
hydroseleniate of potash gives with zinc-salts a pale-red precipitate, 
which, on exposure to the air, assumes a darker red colour from decompo- 
sition of the hydroselenic acid; 3 it is insoluble in water. (Berzelius.) 


B, SELENITE OF ZINc-oxIDE.—WMonoselenite. White powder, inso- 
luble in water. When heated, it gives off water, and fuses to a yellow 
transparent liquid, which on cooling forms a white mass, having a 


crystalline fracture. Ata low white heat, it enters into ebullition, and 


is converted, with sublimation of Lalon tank acid, into an infusible basic 
salt, no longer decompesible by heat. 
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b. Biselenite—By dissolving a in selenious acid. Transparent, 


fissured, gummy mass, easily soluble in water. (Berzelius.) 


J ¢. Quadroselenite.—W hen clean zine-turnings or plates of zine are 
immersed in a somewhat concentrated aqueous solution of selenious acid, 
the metal soon becomes covered with a thin red layer of reduced 
selenium, and a solution is formed containing quadroselenite of zinc-oxide. 
This solution, when evaporated to a syrupy consistence in vacuo over oil 
of vitriol, and then left at rest for about a week, yields the salt in large 
yellow crystals very much like those of monochromate of potash. Oblique 
rhombic prisms, having their terminal edges and frequently also the obtuse 
lateral edges replaced by planes: generally associated in macled crystals.— 
Permanent in the air, soluble in water. Solution colourless; has a strong 
sour taste; not decomposed by acids. Becomes turbid when heated, the 


_. salt being resolyed into selenious acid and neutral zine-selenite, A 
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‘erystal heated to 30° or 40° undergoes the same change, becoming white -_ 
and opaque; on increasing the heat, the crystal fuses, and is resolved 
into water which distils over, selenious acid which sublimes, and a neutral — 
or basic salt which remains behind. oF 29 
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May be regarded as a double selenite of zinc and water: thus— 
ZnO, 4Se0? + 3HO = ZnO, SeO?+3HO,SeO7, 
(Wohler, Ann. Pharm. 59, 27 9.) T 


C. SELENIATE oF Z1nc-OxipE.—ZnO,Se0°+7Aq. The crystals of 
this salt, which belong to the square prismatic system, are isomorphous 
‘ with those of sulphate and seleniate of nickel-oxide. Mig..37; e:e"= 
138° 53'; cleavage parallel to the truncation-face p. (Mitscherlich, Pogg. 
12, 144.) : ewes 


Zinc AND IODINE. 


A. lopipE or Zinc.—Zine and iodine combine readily and with . 
slight evolution of heat, producing a colourless, easily fusible substance, ~ 
which, when heated, sublimes in beautiful four-sided needles, (Gay-Lussac.) — 
From an aqueous solution evaporated by heat, and afterwards cooled, the 
iodide of zinc separates in octohedrons (Berthemot, J. Pharm..14, 610); 


~ and by slow evaporation over oil of vitriol ina receiver containing air, it 


 erystallizes in anhydrous cubo-octohedrons. (Rammelsberg, Pogg.43, 665.) 
When heated in the air, it gives off iodine vapour, and.is converted © 

into oxide of zinc. (Gay-Lussac.) When exposed to the air at ordinary . 

- temperatures, it absorbs water and oxygen, and is decomposed. (Buckner, — 

Lepert. 66, 204.) With oil of vitriol it yields sulphurous acid, iodine, 

and sulphate of zinc-oxide. With the iodides of the alkali-metals, it 

forms rapidly deliquescent crystals. eS oe ee : Soe | 
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Aqueous Lodide of Zine or Hydriodate of Zinc-Oxide.—lodide of zinc - 
~deliquesces in the air. The same solution is formed by keeping zinc and —_ 
iodine immersed in water till the liquid loses its colour.—Colourless, © 

somewhat acid liquid, containing 24 per cent. of zinc-oxide to 76 per cent. - 
of hydriodic acid. (Gay-Lussac.) The highly concentrated solution — 
[overcharged with oxide?] when diluted with water, deposits hydrated. -. 
zinc-oxide free from iodine. (Rammelsberg.) sbi: | Eke 


B. Oxy-rop1pr oF Zinc.—If the liquid obtained by long digestion of 


zinc with iodine and water, be filtered hot, it becomes turbid on cooling, — 
and deposits this compound, (W. Miiller, J. pr. Chem., 26, 441.) — ) 
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rane 8 Aqueous Biniodide of Zine or Hydriodite of Zinc-oxide—The 
_ aqueous solution of protiodide of zine dissolves as much iodine as it 


already contains, and acquires a brown colour. (Baup.) 


DD. Todide of Zinc-omide ?—Zinc-oxide heated to 200° in contact with 
iodine, takes up a certain quantity of that substance, but gives it up again 
on being treated with an acid. (Grouvelle.) 


HK. IoDATE oF ZINC-OXIDE or ZINCc-IoDATE.—Aqueous iodic acid acts 
upon zine with effervescence at first, but the effervescence soon ceases in 


consequence of the formation of a difficultly-soluble salt. (Connell, 


NV. Edinb. Phil. J. 11,72.) Iodic acid and iodate of potash precipitate 
zine-sulphate after a while. (Pleischl.)—The salt is prepared by mixing a 
solution of 1 At. ordinary zinc-sulphate with 1 At. iodate of soda, evapo- 
rating to dryness, and extracting the sulphate of soda with water. 
(Rammelsberg, Pogg., 44, 563.)—Small crystalline grains, or crystalline 


powder. When heated, it gives off iodine vapour and oxygen gas, and 


yields a sublimate of somewhat needle-shaped iodide of zinc, leaving a 


_ residue of zinc-oxide, mixed with a very small quantity of iodide which 


may be extracted by water. (Rammelsberg.) Fuses and detonates 


slightly on red-hot coals. (Berzelius.) Dissolves in 114 parts of water at 
_ 15°, and in 76 parts of boiling water. Soluble in nitric acid and in 


ammonia. (Rammelsberg. ) 
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ZINC AND BROMINE. 


we. 


A. Bromivz or Zinc.—Zine and bromine do not combine even when 


~ the metal is heated, and the bromine dropped upon it. (Léwig.)—1. The 


bromide is obtained by passing bromine vapour over red-hot zinc till the 
metal is converted into a colourless liquid. (Berthemot.)—2. By dissolving 
zine in. aqueous hydrobromic acid, the solution being attended with evoiu- 
tion of hydrogen. (Balard)—evaporating to dryness—and subliming the 


- residue. (Léwig.)—Sublimes in white needles, which fuse into a light 
_ yellow liquid (Léwig); colourless, according to Berthemot. | Taste, sweet 


and styptic. _Decomposed by nitric acid. (Berthemot.) _ 
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# Hydrated Bromide of Zine or Hydrobromate of Zinc-oxide.—Bromide 


eof zine deliquesces rapidly in the air (Léwig), and becomes strongly 
heated by contact with water. (Berthemot.) The colourless solution 


a yields small crystals on evaporation. (Lowig.) When evaporated till a 


4 film of salt forms on its surface, it solidifies in a mass of indistinct crystals 


on cooling. (Berthemot.) When evaporated in vacuo, it does not yield 
crystals, but solidifies to a very deliquescent mass, presenting an appear- 
ance of efflorescence on the surface. (Rammelsberg.)—Bromide of zine 


dissolves in ammonia, hydrochloric acid, acetic acid, alcohol, and ether. 
(Berthemot.) aOR ea Pest: 

Bromine-water slowly dissolves a small quantity of zinc-oxide; the 
solution has no bleaching power, but contains bromide of zinc and bromate 
of zinc-oxide. (Balard, J. pr. Chem., 4, 177.) 


B. BroMate or Zt1Nc-oxipk, or Zinc-Bromate.—By dissolving car- 
bonate of zinc-oxide in aqueous bromic acid, and evaporating, octohedrons 
with cube-faces are obtained, which are permanent in the air. The 
crystals effloresce in vacuo over oil of vitriol. They fuse at 100°, but 
do not part with all their water of crystallization till they are heated to 
200°, at which temperature, moreover, they are completely resolved into 
bromine vapour, oxygen gas, and very loosely coherent oxide of zinc. They 
dissolve in their own weight of cold water. (Rammelsberg, Pogg. 52, 90.) 
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Zinc AND CHLORINE. 


A. CutoripE oF Zinc.—Butter of Zinc, Butyrwm Zinci:—1. Thin. . 
lamine of zine introduced into chlorine gas at ordinary temperatures 
burn with a white light and form chloride of zinc. (H. Davy.) Zine 
heated nearly to its melting point in a current of dry chlorine gas, absorbs 
the chlorine, with vivid emission of sparks. (Berzelius.)—2. The chloride 
is also formed. by heating 1 part of zinc filings with 2 parts of corrosive 
sublimate. (Pott.)—3. By evaporating to dryness an aqueous solution of 
zinc-chloride prepared as described below, and heating the residue to 
redness in a glass tube with narrow aperture. (J. Davy, Schw. 10, 331.) 
At the very high temperature required to dehydrate the salt completely, 
hydrochloric acid is driven off, and a portion of zinc-oxide remains mixed 
with the chloride. (Mousson, Ann. Chim. Phys., 69, 240.)—4. By evapo-_ 
rating the solution t6 dryness, and heating the residue in a retort till the 
chloride of zinc distils over. (Pott, Brandt.)—-5. By distilling 1 part 
of zinc-oxide with 2 parts of sal-ammoniac, the receiver being charged 
after a while. (Lesage.)—-6. By distilling dehydrated zinc-vitriol with 
its own weight of common salt. (Crell Chem. J., 1, 116.) 

Whitish-grey, semi-transparent, soft like wax; fuses, according to 
H. Davy, somewhat above 100°; according to J. Davy, just below-dull 


“redness, and on cooling becomes first viscid, and then solid, Sublimes in ~ 


white needles at a white heat. Has’a burning and nauseating taste even 
when dilute. (Papenguth.)— When heated in phosphuretted hydrogen gas, 
it yields: hydrochloric acid gas and phosphide of zinc. (H. Rose.)—With 
cold oil of vitriol, it suddenly gives off all its hydrochloric acid, and 
leayes sulphate of zinc-oxide. (A. Vogel.) Forms definite compounds 
with sal-ammoniac and chloride of potassium. pate 
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ZnCl... 67°6 ... 10000... 100. 676. 10000... 100-00 
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Hydrated Chloride of Zine or Hydrochlorate of Zinc-ovide.—Chloride 
of zinc deliquesces in the air.—Zine dissolves in aqueous hydrochloric 
acid, hydrogen gas being evolved and a colourless solution formed. 
(Sch. 9.) A solution of zinc-sulphate may also be precipitated by 
chloride of calcium, the filtrate concentrated by evaporation, and the 
remaining liquid separated from the precipitated gypsum. (Papengath, 
Schw, Ann. 2, 143.)—The solution, evaporated to a syrupy consistence, 
and mixed with a small quantity of strong hydrochloric acid (because it 
gives off some of its acid during the evaporation) yields small, highly 


deliquescent octohedrons. (Schindler.) 


Crystallised. Schindler. 
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Protoxide of tin, hydrated oxide of lead, and protoxide of mercury, 
added to a boiling aqueous solution of hydrochlorate of zinc-oxide, preci- 
pitate all the zinc in the form of oxychloride. (Demargay, dunn. Phar. 
11, 251.) | | 


B. OxycHLoRIDE or Zinc or Basto HyDROCHLORATE OF ZINC-OXIDE. 
—a. When aqueous chloride of zinc is evaporated to a syrupy consis- 
tence, hydrochloric acid is given off; and the syrup, on subsequent cool- 
ing, solidifies in a gelatinous mass, probably from separation of a still 
more basic salt, which always re-dissolves when heated. Water added to 
the syrup throws down a white bulky precipitate, and the filtered liquid 
gives a precipitate with tincture of galls. (Schindler.) A similar solution 
precipitable by water is obtained by saturating warm concentrated hydro- 
chloric acid with oxide of zinc. . 

6. ZnCl,8ZnO.—1. Formed by boiling a concentrated solution of 

chloride of zine with oxide of zinc, and filtering; the compound is depo- 
_ sited on cooling.—2. By precipitating hydrochlorate of zinc-oxide with 
an insufficient quantity of ammonia, and digesting the precipitate in the 
liquid. By (1) fine pearly octohedrons; by (2) soft, white powder. 
Dissolves sparingly in water, more abundantly in aqueous chloride of 
zinc, easily in acids and in caustic ammonia or potash. (Schindler, Jag. 
Pharm. 36, 45.) 7 


2 Schindler, 
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* The compound analyzed by Schindler appears to have been dried at 100°; 
the compound dried at 38° contains 4 At. water. (Kane.) 

ce. ZnCl,6ZnO.—1. Separates in the decomposition of NH*,ZnCl or 
of NH*,2ZnCl by water. —2. Precipitated on adding ammonia to the 
aqueous solution of chloride of zinc, till a portion of the precipitate 1s 
-re-dissolved.— White, tasteless powder, insoluble in water. Gives off 
water and chloride of zine when ignited, and leaves a residue, from 
which water extracts chloride of zinc, leaving a compound containing a 

larger proportion of oxide. (Kane, Ann, Chim, Phys: 72, 296.) 
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Dried at 82°. . He Yh Kane. 
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The compound, when dried at ordinary temperatures, contains 23°5 per 
cent. (10 At.) of water; when dried at a high temperature, it absorbs 


from the air 15 per cent. (4 At.) of water, which cannot be driven out 


at 100°. (Kane.) ~~ | 

d. ZnCl,9ZnO.—1. Precipitated on diluting the syrup a with water. 
—2. By precipitating aqueous zinc-chloride with an insufficient quantity 
of ammonia and filtering immediately: the compound thus formed con- 
tains, however, a small quantity of ammonia. (Schindler.)—3. By adding 
potash to aqueous zine-chloride, till the mixture begins to exhibit an alka- 
line reaction. (Kane.)—Very soft, white powder. Not perfectly freed from 
chlorine by boiling with carbonate of potash. Converted into the compound 
6 by digestion with aqueous zinc-chloride. Insoluble in water, less. 
soluble in ammonia than 6, but easily soluble in acids. (Schindler.) 


Schindler. 
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The salt obtained by (3) contains 5:92 per cent. of chlorine, and 22°68 | 
(14 At.) water; after perfect drying, it absorbs 4 atoms of water from- 
the air. 3 | ‘ 


C. HypocuioritE oF ZINC-OXIDE or ZINC-HYPOCHLORITE.—The solu- 
tion of zinc-oxide in aqueous hypochlorous acid, decomposes sponta- 
neously, if it contains excess of acid, into chlorine gas, chloride of zine, 
and chlorate of zinc-oxide; and even when the zinc-oxide is in excess, 
the solution cannot be evaporated without decomposition. When heated, 
it gives off hypochlorous acid, probably mixed with a small quantity of 
free oxygen, and deposits a white, pearly oxychloride, which decomposes 
spontaneously into chloride: of zinc, chlorate of zinc-oxide, oxygen gas, 
and a small quantity of chlorine gas. (Balard.) Zinc-vitriol mixed with 
excess of hypochlorite of lime, gives a precipitate consisting of zinc-oxide 
and sulphate of lime, and a liquid which contains no zinc-oxide, but - 
hypochlorite of lime with excess of acid. (Balard.)—1 At. chlorine in 


the state of aqueous solution dissolves 1 At. oxide of zinc. The trans- 


parent and colourless solution bleaches tincture of indigo strongly, even 
after a quarter of an hour’s boiling. (Grouvelle, Ann. Chim. Phys. 17, 
37.) The solution is resolved by distillation into hypochlorous acid, 
which passes over in small quantity, chloride of zinc which remains dis- 
solved, and oxychloride of zinc which separates’ in the solid state. 
(Balard.) | | 


D. CHLORATE OF ZINC-OXIDE or ZINC-CHLORATE.—1. Formed by dis- 
solving carbonate of zinc-oxide in aqueous chloric acid: Metallic zine 
dissolves in the acid without any [or with slight] effervescence, and 
forms hydrochlorate and chlorate of zinc-oxide.—2. By passing gaseous 
fluoride of siJicium through water in which finely divided carbonate of 
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zinc-oxide is diffused—boiling the filtered liquid with an equivalent 
quantity of chlorate of potash—and filtering from the precipitated silico- 
fluoride of potassium. (O. Henry, J. Pharm. 25, 269.)—Chlorate of zinc- 
oxide crystallizes apparently in octohedrons; tastes very rough.—When 
thrown on red-hot coals, it is decomposed, ‘with a yellowish light, but 
without actual detonation. In contact with sulphuric acid it assumes a 
yellowish colour, and emits an odour of chloric oxide, but does not preci- 
pitate a solution of nitrate of silver. Soluble in water and alcohol. 
{Vauquelin, Ann. Chim. 95, 118. .)—Contains Zn0,C10°+ 6 Aq. (Wachter, 
J. pr. Chem. 30, 321.) 


EK. PERCHLORATE OF ZINC-OXIDE or ZINC-PERCHLORATE. —1. By 
precipitating perchlorate of baryta with zinc-vitriol, and concentrating 
by evaporation. (Serullus, Ann. Chim. Phys. 46, 305.)—2. Obtained like 
chlorate of zinc-oxide, method 2. The carbonate of ‘zine precipitated by 
excess of carbonate of soda from 5 parts of zinc-vitriol, is to be treated, 
after conversion into silico-fluoride of zinc, with 4 parts of perchlorate 
‘of potash. The filtrate, when evaporated to a syrup, and then left in a 
warm place, deposits crystals. (O. Henry.) — Prisms united in tufts; 
deliquescent; soluble in alcohol. (Serullas.) 


ZINC’ AND FLUORINE. 


A. Watigine oF Zinc.—Hydrofluate of potash mixed with solution 
of zinc-vitriol produces a gelatinous precipitate, which by drying is con- 
verted into a white tasteless powder. The same compound is obtained 
by digesting aqueous hydrofluoric acid with excess of zine. (Gay-Lussac 
and Thénard.) From its solution in aqueous hydrofluoric acid, this com- 
pound séparates, on evaporation, in small, white, opaque crystals, having 
the taste of zinc-salts. It dissolves sparingly i in pure water, somewhat 
more freely in water containing hydrofluoric acid, and likewise in nitric 
or hydrochloric acid; easily in aqueous ammonia. With the fluorides of 
the alkali-metals, it forms colourless, sparingly soluble compounds. 

Aqueous Hydrofluate of Zinc-fluoride or Acid Hydrofluate of Zinc- 
oxide.—Formed by dissolving fluoride. of zinc in aqueous hydrofluoric 
acid, or by dissolving zinc in excess of aqueous hydrofluoric acid, the 
reaction being attended with evolution of hydrogen. (Scheele, Gay- 
Lussac and Thénard.) | 


B. FurvoporipE oF ZINC or fierce ne or BoRAcIC ACID AND 
Zinc-ox1pE.—ZnF,BF*,—By. dissolving zine in aqueous hydrofluoboric 
acid (II, 364) till no more hydrogen is evolved at ordinary temperatures. 
The solution, when evaporated, leaves a syrup, which solidifies on cooling 
and deliquesces when exposed to the air. 


ZINC AND NITROGEN, 


A. Nitride of Zinc?—A long glass trough contains water and 
pieces of sal-ammoniac; into one end of this trough there dips a platinum 
wire connected with the negative pole of a six-pair Grove's battery; 
into the other, a ball of zinc connected with the positive pole. A spongy, 
foliated mass, of the colour of aha) then collects on the negative 
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wire; this mass grows, and rises to the surface from the buoyancy of the 
adhering gas-bubbles. When washed with water on the filter, and then 
dried ata gentle heat, it appears grey, without metallic lustre; has a 
density of 4°6, and conducts electricity.—5 grains of this substance yield, 
when ignited, 0°73 cub. in. of a mixture of between 3 and 4 vol. nitrogen 
gas to 1 vol. hydrogen, The last portions of gas evolved appear to 
consist chiefly of hydrogen, derived apparently from the decomposition 
of the adhering water: for moisture is likewise deposited in the tube. 
The ignited residue exhibits contraction, but without change of colour.— 
_ Nitride of zinc dissolves like zinc in aqueous acids, but the hydrogen 
evolved contains a small quantity of nitrogen. (Grove, Phil. Mag. J. 19, 
98; also Pogg. 54,101.) | 7 
B, Nirrate or ZInc-ox1D&, or ZINC-NITRATE.—a. Octobasic.—Formed 

by heating the salt c till it becomes nearly solid. (Grouvelle, Ann. Chim. 
Phys. 19, 187.) The salt c, when heated till part of the acid is driven 
off, retains its transparency at first. [The mass dissolves partially on 
cooling, leaving a white residue consisting of a basic salt.] If a larger 
quantity of acid be driven off, the melted mass appears turbid ; and if 
treated with water after cooling, leaves a yellowish residue, consisting 
of the salt a. (Schindler.)—2. By precipitating the salt ¢ with an insuf- 
ficient quantity of ammonia. (Grouvelle.) The precipitate contains a — 
small quantity of ammonia. (Schindler.) 


Grouvelle (1.) Schindler (1.) Grouvelle (2.) 
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The salt obtained by (2) contains 4 At. water. (Grouvelle.) 


6. Quadrobasic. The salt a digested with the solution of ¢ swells 
up, turns white, and forms a loose powder when dry. (Schindler.) 


Schindler, 
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The aqueous solution of c, boiled with oxide of zinc, does not take up 
any of that compound. (Schindler.) _ 

“] Gerhardt has obtained a basic nitrate of zinc-oxide which crystal-— 
lizes in prismatic needles, and contains 4Zn0,NO°+3HO., (J. Pharm, 
eo ser. 12° G15) - MT, 


— ¢. Mononitrate. Nitric acid rapidly dissolves zinc, producing great 
heat, and evolving nitrogen, nitrous oxide, and nitric oxide. (II. 374 and 
397.) The salt crystallizes from very concentrated solutions in trans- 
parent, colourless, flattened, striated, four-sided prisms, with four-sided © 
summits : it has a styptic taste. Fuses when heated, and at 100° gives 
off 28 p.c. (3 At.) water; the remaining 8 atoms are not evolved till a 
temperature is attained at which the nitric acid itself is driven. off. 
(Graham.) The acid is first evolved in its entire state, together with 
the water; afterwards in the form of hyponitric acid vapour and oxygen 
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gas. (Schindler.) Detonates with a red flame on glowing coals. Deli- 
-quesces in the air; dissolves readily in water and alcohol.. Hydrated 
oxide of lead boiled with the solution precipitates the zinc completely in 
the form of a basic salt. (Demarcay.) 


Crystallized. Graham. Schind'er, | 
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According to Graham (Ann. Pharm. 29, 17) and Millon (Compt: 
rend.1 4,905), the crystals contain 6 At. water; Schindler’s analysis 
gives 7 atoms. 


C. Zinc-ox1pE with AmMmonta.—1. Hydrated zinc-oxide dissolves 
easily in aqueous ammonia. The ignited oxide does not dissolve at all 
in ammonia, according to Firnhaber; according to’Schindler, it is but 
very sparingly soluble, but its solubility is greatly increased by traces of 
different ammonia and- potash salts. The most efficient salts in this 
respect are the phosphates; then follow the arseniates, hydrochlorates, 
sulphates, nitrates, acetates, carbonates, tartrates, citrates, and, lastly, 
the sulphites. Succinic and benzoic acid favour the solution only when 
the ammonia is very dilute; boracic, hydriodie, chloric, arsenious, oxalic, 
and gallic acid, when digested with zinc-oxide and ammonia, do not pro- 
mote the solution of the oxide, but combine with it, together with a 
small quantity of ammonia. For instance, on adding to ammonia’ in 
which zinc-oxide is diffused, a few drops of phosphate of ammonia or 
potash, the zinc-oxide is immediately dissolved, especially if heat be 
applied. (Schindler.) Hence may perhaps be explained the fact observed 
by Firnhaber (Schw. 42, 246), viz. that zinc-oxide precipitated by 
ammonia from a solution of the sulphate [the precipitate contains 
sulphuric acid], dissolves readily in ammonia, even after ignition.— 
2. Zinc immersed in ammonia and placed in contact with iron dissolves 
slowly, with evolution of hydrogen, and forms the compound under con- 
sideration. (Runge.) By this process, without any admixture of acid, 
a highly concentrated solution may be obtained; 100 parts of such a 
solution, which, after the removal of the metallic iron and zinc, had 
already deposited crystals of hydrated zinc-oxide, was found to contain 
3°95 parts (1 At.) zinc-oxide to 7°68 parts (rather more than 4 At.) 
ammonia. (Schindler.). The zinc likewise dissolves without the presence 
of the iron, but more slowly. The solution is colourless; if concentrated, 
it becomes turbid on dilution with a considerable quantity of water. The 
solution obtained by (2) may be mixed with 15 times its bulk of water 
without producing turbidity, but with a larger quantity of water, it 
gives a coagulated, and with a still larger quantity, a pulverulent. preci-. 
pitate. (Schindler.) The solution (1), when it evaporates in the air, 
yields needles [probably consisting of carbonate of zinc-oxide and 
ammonia], and, when evaporated in the sand-bath, leaves an inodorous 
mass, soluble in water, and evolving ammonia when treated with*potash. 
(Wittstein, Repert. 57, 60.) The solution; when evaporated, leaves oxide 
of zinc containing small quantities of ammonia and carbonic acid. 
(Bonnet.) Baryta, strontia, and lime-water added to the solution throw 
down a portion of the zinc-oxide in combination with the earthy alkali, 
(Berzelius.) | 
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—D. Carsonate or Zr1nc-oxipeE anp AmMonta. — Zinco-ammonic 
Carbonate-—a. 1. Zinc-filings and oxide of zinc dissolve readily in 
aqueous carbonate of ammonia, the former with brisk effervescence, the 
latter with evolution of heat. The solution yields, on evaporation, white 
crystals having a silky lustre. The saturated solution is rendered turbid 
by excess of water, and gives a white precipitate with acids, and a grey 
precipitate with tincture of galls. (Lassonne, Crell. Chem. J. 5, 59; 
Roloff, A. Gehi. 6, 448.) The solution becomes somewhat turbid on— 
dilution with water, in consequence of the precipitation of a compound 
[probably 5] richer in oxide. (Bonnet.)—2. When hydrochlorate of 
zinc-oxide is dropt into excess of ammonia, then carbonate of ammonia 
added, and the mixture exposed to the air, there are formed, as the 
ammonia evaporates, needle-shaped crystals united in stellated masses, 
insoluble in water, and having a strong ammoniacal odour; they turn 
milk-white in the air, and continue to evolve ammonia till they are 
converted into the following compound 6. (Wéohler, Pogg. 28, 616.) 

b. White powder, which, when heated, evolves a large quantity of 
water and carbonate of ammonia, and leaves 62:2 per cent of zinc-oxide. 
(Wohler.) When zinc-oxide in excess is digested with aqueous carbonate 
of ammonia, a crystalline powder is obtained. (Bonnet.) 


_E. Boride of Nitrogen and Zinc ?—2 parts of vitrefied boracie acid 
and.5 parts of cyanide of zinc heated to whiteness for an hour in a closed 
charcoal crucible yield a white mass. This mass imparts a green colour 
to the outer blowpipe flame, but without melting; burns with a pale blue 
light when thrown into fused chlorate of potash; gives off a large quantity 
of ammonia when heated with hydrate of potash; and is not decomposed 

_by chlorine, even at a red heat. (Balmain, Phil. Mag. J. 21, 270.) 


F. Orptinary Pxospuate oF ZINc-oXIDE AND AMMONIA.—Zinco- 
ammonic Phosphate.-—Formed by adding a solution of ordinary phosphate 
of ammonia mixed with excess of ammonia to a solution of zinc-vitriol, 
and digesting till the precipitate has lost its floceulent character and 
become crystalline, and the excess of ammonia is evaporated—then 
washing the precipitate, pressing it between folds of bibulous paper, and 
drying it. Instead of phosphate of ammonia, phosphate of soda mixed 
with anmonia may be used, but then the washing is difficult. White 
powder, which, on ignition, yields 79°38 per cent. of zinc-oxide. Insoluble 
in water, but soluble in acids, ammonia, potash, and soda. (Bette, Ann. 
Pharm, 15, 129.) 

Calculation 1. 
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Calculation 1 corresponds to the manganese-salt (IV. 282) ; calculation 2, 
_ which Bette prefers, corresponds to the arseniate (V. 50); neither of them 
agrees exactly with the analysis, 
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. G. PYRopHosPHATE OF ZINC-OXIDE AND AMMONIA.—Zinco-ammonie 
Pyrophosphate.—Formed by mixing hydrochlorate of zinc-oxide with a 
sufficient quantity of sal-ammoniac to prevent precipitation by ammonia, 
and then adding a mixture of ammonia and pyrophosphate of soda. The 
precipitate must be washed till the water no longer renders a silver- 
solution turbid, then pressed between paper, and dried. If the same 
process be used as for salt F, with the substitution of pyrophosphate of 


soda for the ordinary phosphate, the resulting precipitate will contain too 


much zinc-oxide and too little phosphoric acid to exhibit any stoichio- 
metric relation. The precipitate formed by the first-mentioned process 
has the appearance of loose flakes. When ignited, it leaves 79°3 per 
cent. of zinc-phosphate. Contains in 100 parts—ammonia, 5°78; zinc- 
oxide, 42°43; pyrophosphoric acid, 37°31; water, 14°78,—corresponding 
to the formula, 2NH?+6ZnO+30PO0°+ 9aq. (Bette.) 


H. MerapnHospHaTe OF ZINC-OXIDE AND AMMONIA.—Zinc0-ammonic 
Metaphosphate.—Zinc-vitriol mixed with ammonia is precipitated by a 
solution of vitrefied metaphosphate of soda, likewise mixed with ammonia. 
A white precipitate is immediately formed, and subsequently coagulates 
in a resinous mass. When dry, it forms a white powder. The dry pre- 
cipitate contains in 100 parts—ammonia 6°50; zinc-oxide 46°45; phos- 
phoric acid 33°68; water 13:37: it is probably a mixture of a double 
metaphosphate with a double phosphate containing ordinary phosphoric 
acid. (Bette.) 


I, AMMONIO-HYPOSULPHITE OF ZINC-oxIDE.—Aqueous hyposulphite 
of zinc-oxide supersaturated with ammonia and then mixed with absolute 
alcohol, deposits this salt in white needles. These crystals, when heated, 
rapidly evolve a large quantity of ammonia, yield a sublimate of sulphite 
of ammonia and a very small quantity of sulphate of ammonia, and leave 
a mixture of sulphide of zinc and sulphate of zinc-oxide. They are 
decomposed by water, with separation of flocculent zinc-oxide. (Rammels- 
berg, Pogg. 56, 62.) : 


Crystallized. Rammelsberg. 
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K. AMMONIO-HYPOSULPHATE OF ZINC-OXIDE.—Warm aqueous am- 
monia saturated with hyposulphate of zinc-oxide, yields small crystals on 
cooling. These, when heated in a retort, yield free ammonia, a sublimate 
of sulphite and sulphate of ammonia, and leave a residue consisting of 
sulphate of zinc-oxide with a small quantity of sulphide of zinc. (Ram- 
melsberg, Pogg. 58, 297.) 


Crystallized. Rammelsberg. 
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L. QuaprRoBasic ZINc-SULPHATE wiTtH AmMmonrIA.—The flowers of 
zine met with in commerce sometimes consist of this salt. It is precipi- 
tated when a boiling solution of zinc-vitriol is supersaturated with 
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ammonia, and the boiling continued till the liquid no longer smells of 
ammonia, (Schindler, Lepert. 31, 20.) 


Schindler. 
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The solution of quadrobasie or bibasic zinc-sulphate in ammonia yields 
small crystals on the addition of alcohol; but on dilution with water, it 
gives a precipitate in which the quantity of acid and ammonia is less in 
proportion as the dilution, is greater. Aqueous monosulphate of zinc- 
oxide mixed with a quantity of ammonia just sufficient to re-dissolve the 
precipitate, is not rendered turbid by small quantities of water; but with 
larger quantities it forms pulverulent, and with still larger quantities, gela- 
tinous precipitates, containing oxide of zinc, sulphuric acid, and ammonia; 
when the quantity of water is still further increased, a heavy powder is 
thrown down consisting of nearly pure hydrated zinc-oxide. A solution 
of zine-vitriol supersaturated with ammonia and exposed for some time to 
the air, deposits quadrobasic sulphate of zinc-oxide, while sulphate of 
zinc-oxide and ammonia remains in solution. (Schindler, M/ag. Pharm. 
36, 57. | | 

a ‘ the precipitate formed by mixing zinc-vitriol with an insufficient 
quantity of ammonia. 6. With a slight excess of ammonia. (If the 
addition of ammonia be discontinued as soon as the precipitate ceases to 
form, the double sulphate of zinc-oxide and ammonia remains in the 
solution.) c¢. The precipitate obtained by mixing zine-vitriol with a 
quantity of ammonia sufficient to re-dissolve the precipitate and then 
diluting with water. (Bonnet.) [The amount of water is not stated. ] 
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M. Monopastc ZINc-SULPHATE WITH AMMoNIA.—a. 5NH?®+ © 
2(ZnO, SO*). 100 parts of anhydrous zine-vitriol rapidly absorb 51:22 
parts (24 At.) of ammonia, great heat being evolved and the salt 
swelling up and ultimately crumbling to a white powder. The compound 
when heated to redness, gives off ammonia with ebullition, yielding a 
small sublimate of sulphite of ammonia, and a residue which is no longer 
soluble in water. It dissolves in water with partial separation of zinc- 
oxide. (H. Rose, Pogg. 20, 149.) 

6. 2NH*+Zn0, SO*. ken ammoniacal gas is passed through a hot 
saturated solution of zinc-vitriol, till the precipitate is completely re-dis- 
solved, the compound c is deposited, on cooling, in floceulent granules, ~ 
An additional quantity of the salt c is obtained by filtering the liquid 
from the precipitate and either evaporating it to dryness or keeping it — 
warm. If, on the other hand, it be left to evaporate at ordinary tempera- 
tures, it yields crystals of b. The latter are transparent while moist, but 
immediately become opaque when dried in the air, passing in fact, with- 
out change of form, from 2NH*+Zn0, SO?+4Aq into 2NH*+Zn0, 
SO°+2Aq. When kept for awhile at a temperature between 27° and 
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88°, they give off an additional atom of water and crumble to a white 
powder, consisting of 2NH*+ZnO, SO0°+Aq. The latter, if kept for 
awhile at 100°, gives off water and ammonia; but to get rid of all the 
water it is necessary to fuse the salt. If merely heated till it begins to 
melt, it leaves a gummy mass = NH*+Zn0O,SO°+ Aq; after longer 
fusion there remains NH*+ ZnO,SO*, constituting 79°13 parts out of 100 
parts of the white powder. This compound, when subjected to a con- 
tiually increasing heat, gives off all its ammonia, and leaves mono- 
sulphate of zinc-oxide. This last-mentioned salt constitutes 54°66 p. ¢. of 
the recently prepared crystals; 60 p.c. of the crystals after efflorescence 
in the air; and 66:07 p.c. of the white powder dried at. 27°. If the 
heat be too suddenly applied, sulphite of ammonia sublimes and the 
residual zinc-sulphate contains excess of oxide. The crystals are soluble 
in water. 
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c. NH?+ZnO, SO*. 1. Deposited in the preparation of 5, in floccu- 
lent granules resembling starch.—2. Obtained as a gummy mass by fusing 
6 for-a short time. In whichever way the compound is prepared, it 
contains 1 atom of water. When fused for a longer time, it gives off 
water, and when strongly heated, leaves 75°92 per cent. of monosulphate 
of zine-oxide. Both in the hydrated and in the fused state, it is decomposed 
by contact with water, the compound 6 together with sulphate of 
ammonia dissolving in the water, and sexbasic sulphate of zinc-oxide 
(p. 22) being separated. (Kane, dun. Chim. Phys. 72, 304.) 


Dehydrated. Starch or gum-like salt. 
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N. SunteHate oF Zinc-oXIDE AND AMMONIA.—Zinco-ammonic Sul- 
phate. Transparent, colourless, hard, bitter-tasting crystals, having pre- 
cisely the form of the double sulphate of magnesia and ammonia. 
(Mitscherlich.) According to Tassaert (Ann. Chim. Phys. 24, 100) they 
consist of octohedral segments. . . 
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O. AMMONIO-IODIDE oF Zinc.—a. 100 parts of zinc-iodide, exposed 
_ to a current of ammoniacal gas, absorb. 26°928 per cent. (not quite 3 
atoms) of ammonia, becoming very hot, swelling up, and crumbling to a 
white, loosely-coherent powder. Cold water decomposes it, giving off 
ammonia and separating zinc-oxide free from iodine; but a small portion 
of zinc likewise dissolves.—d. The solution of zinc-iodide in aqueous 
ammonia, when left to evaporate freely, yields anhydrous white crystals 
which have a strong lustre, are permanent in the air, and when heated 
In close vessels are resolved into ammonia which escapes as gas, and 
iodide of zinc which sublimes; cold water acts upon them just as upon 
salt a; they dissolve readily in acids. (Rammelsberg, Pogg. 48, 152.) - 


l Rammels- 
a. Rammelsberg. b. Crystallized. berg. 
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P. IopIpE oF Zinc AND AMMONIUM.—An aqueous mixture of iodide 
of zinc and hydriodate of ammonia, evaporated over oil of vitriol in a 
receiver containing air, yields extremely deliguescent crystals. (Rammels- 
berg, Pogg, 43, 665.) 


Crystallized. Rammelsberg. 
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Q. AMMONIO-IODATE OF ZINC-oOxIDE.—Separates from a solution of 
zinc-iodate in ammonia, in rhombic crystals by spontaneous evaporation, 
and as a white powder on the addition of alcohol. The crystals, when 
exposed to the air, effloresce rapidly from loss of ammonia. When heated, 
they melt and leave oxide of zinc. They are decomposed by water. 
(Rammelsberg, Pogg. 43, 665.) 


Crystallized. Rammelsberg. 
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R. AMMONIO-BROMIDE OF Zinc.—A concentrated aqueous solution of. 
zinc-bromide, supersaturated with ammonia and evaporated, yields colour- 
less octohedrons, which fuse and give off all their ammonia when heated; 
and when digested with water, especially with the aid of heat, are com- 
pletely resolved into precipitated oxide of zinc, and a solution of hydro- 
bromate of ammonia free from zinc. (Rammelsberg, Pogg. 55, 240.) 


Crystallized. Rammelsberg. 
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_S.. AMMONIO-BROMATE OF ZINC-OXIDE.— When ammonia is added to an 
aqueous solution of zinc-bromate till the precipitate first formed is re-dis- 


AMMONIO-CHLORIDE OF ZINC. 41 


solved, and the liquid evaporated [best under a bell-jar with hydrate of 
potash and quick-lime], small prismatic crystals are obtained. These 
crystals when heated, are decomposed with a hissing noise and a back- 
ward and forward motion, and give off bromine. With water they are 
converted into oxide of zinc and bromate of ammonia which dissolves. 
When exposed to the air, they attract moisture and turn yellow, evolving 
bromine and afterwards giving up bromide of zinc to the water. (Ram- 
melsberg, Pogg. 52, 90.) . 


Crystallized. Rammelsberg. 
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T. AMMONIO-CHLORIDE oF Zinc.—a. 2NH?*,ZnCl.—Formed by 
assing ammoniacal gas through a hot concentrated solution of zinc- 
‘chloride till the precipitate is re-dissolved—filtering quickly, in case any 
flocculent matter should remain undissolved—and leaving the solution to 
cool. The compound a then separates. The mother-liquor, when evapo- 
rated, yields crystals of the compound 6.—a appears in small lamine, 
having a pearly lustre and feeling like mica. At 149° it gives off all its 
water and half its ammonia, and leaves 77°22 per cent. of a white powder, 
consisting of NH*,ZnCl. When more strongly heated, it leaves NH’, 
2Zn.Cl. (Kane, Ann. Chim. Phys. 72, 290.) 


Crystallized. Kane. 
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6. NH®,ZnCl.—For the preparation, vid. a.--Square prisms having 
a glassy lustre. The compound fuses when heated, giving off its water 
and half its ammonia, and forming a transparent liquid composed of 
yey and amounting to 85°64 per cent. of the original substance, 
(Kane. | 


Crystallized. Kane. 
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ce. NH*,2ZnCl.—When a or 6 is fused, this compound remains in the 
form of a clear, colourless or yellowish liquid which, on cooling, solidifies 
into an amber-yellow, gummy, very slightly crystalline mass. It: boils at 
a heat near redness and sublimes undecomposed in amber-coloured drops. 
When heated with lime, it evolves a large quantity of ammonia. When 
treated with water, it is resolved into the compound 64, which dissolves, 
and oxychloride of zine, ZnCl,6ZnO + 6Aq (p. 32), which remains undis- 
solved. (Kane.) According to Grouvelle, chloride of zine absorbs am- 
moniacal gas; according to Perzoz, the quantity absorbed is half an atom, 
and the absorption does not take place without the aid of heat. 
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U. CutoripE or Zinc anp Ammontum.—A solution of 1 part of zine- 
oxide in strong hydrochloric acid mixed with 1 part of sal-ammoniac and 
evaporated—the acid, as it escapes, being replaced—yields on cooling, 
transparent and colourless rectangular prisms, truncated at the lateral 
edges and the corners, and having a sharp metallic taste. They are per- 
manent in dry air, but deliquesce in moist air, and dissolve without decom- 
position in water. (Schindler, Mag Pharm. 36,87.) When heated, they 
are resolved into sal-ammoniace which volatilizes, and chloride of zine which 
remains behind. They dissolve into 2 pt. of cold water, producing a 
great fall of temperature and in 0°28 pt. boiling water. (Golfier—— 
Basseyre, dan. Chim. Phys. 70, 344.) 


Crystallized. Schindler. 
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Oxide of zinc dissolves in aqueous sal-ammoniac. (Thénard, Scher. J. 
10, 428.) A solution of hydrated zinc-oxide in gently-warmed sal- 
ammoniac yields the above-mentioned crystals on evaporation; but, if it 
be boiled, the ammonia escapes, and basic hydrochlorate of zinc-oxide 
a (page 31) is produced, from which the compound 6 is precipitated on 
cooling. (Schindler.) 

When chloride of zinc is precipitated by an insufficient quantity of 
ammonia, a precipitate is formed, containing oxide of zinc 79°86; chloride 
of zine 14°80; sal-ammoniac 2°37; a slight excess of ammonia produces a 
gelatinous precipitate which exhibits an alkaline reaction, even after long 
washing, and contains 2°42 per cent. of ammonia and 11°16 chlorine; the 
liquid filtered from it yields crystals of the double chloride of zine and 
ammonium. (Bonnet, Ann. Pharm. 9, 170.) 

q By mixing solutions of 1 pt. sal-ammoniac and 2 pts. chloride of zine, 
Hautz obtained a salt which separated in crystals belonging to the 
oblique prismatic system.. The crystals were very soluble in water and 
showed a tendency to deliquesce when exposed to the air. 
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PMCs tig, Sch ak Sn id ccbieheakic Ney. Renae Reed ee tate ae 8°00 
BAB speck as ais cuss coecsagevedets COA PEMA AR 8 - Weiwets 29°05 
els petN tat ass cca ee oe RT ee LOG WA 9 7s AOR 2. Oe) 46°46 
PERN Metre ee etan tesa enor creets 360s ere S'98 Yee 16°26 
NH‘Cl,2ZnCl+4Aq. ...... 22 Of eel die HOO UD a ahoie gs 99°77 


(Ann. Pharm. 66, 287.) 


ZINC AND POTASSIUM. 


A. AtLoy or Zinc anp Potasstum.—Combination between these 
two metals takes place at high temperatures only.—The alloy is a brittle, 
granular mass, which fuses at a red heat.—It oxides in the air, and 
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decomposes water rapidly, especially when acids are present. (Gay- 
Lussac, and Thénard.) 


B, ZINC-OXIDE WITH PoTasH.—Zine dissolves in aqueous solution of 
potash very slowly and with evolution of hydrogen (Bischof, Kastn. Arch. 
1, 193); more quickly when in contact with platinum ; most quickly in 
contact with iron. (Runge, Pogg. 16,129.) The ignited oxide dissolves 
with difficulty; the hydrate easily and abundantly.—The concentrated 
solution, when covered with a layer of alcohol, deposits small shining 
crystals, containing 1 At. zinc-oxide with 1 At. potash. They dissolve 
readily in water, and the solution, when boiled, deposits a white powder 
containing 2 At. zinc-oxide to 1 At. potash. (Laux, Ann. Pharm. 9, 183.) 
By the addition of a small quantity of alcohol, Frémy (Compt. rend. 
15, 1106) obtained long needles containing 2 At. zinc-oxide with 1 At. 
potash; these, when treated with water, were immediately decomposed, 
yielding anhydrous zinc-oxide and aqueous solution of potash.— The 
solution of zinc-oxide in aqueous potash leaves on evaporation a white 
shining mass which becomes moist by exposure to the air. (Berzelius.)— 
2 parts of hydrated zinc-oxide dissolve in 5 parts of potash-ley of 1°3 
specific gravity. When the solution is evaporated to dryness and the 
residue fused, an enamel-like mass is formed, from which water extracts 
the potash; the solution mixed with eight times its volume of alcohol 
deposits nearly the whole of the zinc-oxide. (Bonnet.)--The solution of 
zinc-oxide in caustic potash is rendered turbid only by a very large 
quantity of water. 

When a solution of zinc-vitriol is mixed with a quantity of potash 
sufficient to re-dissolve the precipitate, and then exposed to the air for 
some time, a precipitate is formed containing zinc-oxide, potash, and. 
carbonic acid, but no sulphuric acid. The mixture yields no deposit, 
when boiled out of contact of air; but when it is boiled in an open vessel, 
or if it has been exposed to the air before boiling, it yields a powder 
which becomes very heavy when dry and consists of pure hydrated oxide 
of zinc. If the potash contains silica, silicate of zinc-oxide and potash is 
formed on boiling. The precipitate which Vauquelin & Buchner 
(Repert. 14, 381) obtained by boiling a solution of potash saturated with 
zine-oxide, and which, according to their statement, consists of zinc-oxide 
mixed with a small quantity of potash, is likewise regarded by Schindler 
as silicate of zinc-oxide and potash. Water added tothe mixture throws 
down a large quantity of zinc-oxide containing potash, sulphuric acid, 
and water; a larger quantity of water precipitates the pure hydrated 
oxide. (Schindler. )—Zinc-oxide boiled with aquecus carbonate of potash 
extracts potash from that compound, and afterwards exhibits an alkaline 
reaction on turmeric paper; the potash may be removed from it by long 
washing with water. (Wackenroder.) 


C. CARBONATE OF ZINC-OXIDE AND PoTasH.—Zinco-potassic Car- 
bonate.—-A zinc-salt precipitated by excess of carbonate of potash at 
ordinary temperatures, yields a stiff, gelatinous precipitate, which cakes 
together in drying, and consists of a mixture of 2-carbonate of zinc-oxide 
(p. 12) and double carbonate of zinc-oxide and potash. Gives off all its 
carbonic acid when ignited. (Schindler, Mag. Pharm. 36, 56.) 


D. SULPHATE OF ZINC-OXIDE AND Porasn.—Zinco-potassic Sulphate. 
—Crystallizes in the same form as sulphate of magnesia and ammonia. 
(Mitscherlich.) Fig. 84; y : w=102° 20'; w! suw=108° 40’. (Teschemacher, 
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Kastn. Arch. 18, 197.) Sp. gr. 2.158. (Kapp.) _ The crystals have an 
acid reaction. In vacuo, they give off 5 atoms of water at 25°5°, but the 
sixth they retain till heated to 121°. (Graham.) Soluble in 5 parts of 
cold water. (Bucholz. Junr. WV, Zr. 9, 2, 26.) 
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E. Iopipe or Zinc AnD Porasstum.—JZinco-potassic Lodide.—A 
solution of iodide of zinc and iodide of potassium evaporated over oil 
of vitriol under a receiver containing air, yields very deliquescent crystals. 
(Rammelsberg, Pogg. 43, 665.) 
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F. CnutoriwE or Zinc Aanp Potasstum.—Zinco-potassic Chloride. — 
The preparation, crystalline form, and other properties of this compound 
are precisely similar to those of the chloride of zinc and ammonium; but 
it deliquesces more rapidly. (Schindler.) 


G. FiuoripE oF Zinc AND Potasstum.—Zinco-potassic Fluoride,— 
KF, Zn¥F —Colourless, crystalline granules, soluble in water. (Berzelius.) 


On the properties of crystals obtained by supersaturating nitrate of zinc with 
iodide of potassium, and containing nitric acid, vid. Anthon, Repert. 51, 115. 


ZINC AND Sop1IuUM. 


A. AuLLoy oF Zinc AnD Sop1um.—Four volumes of zinc-filings unite 
with 1 volume of sodium at a dull red heat, and form a bluish-grey, 
brittle alloy which has a finely laminar texture, oxidates slowly in the 
air, and effervesces slightly with water, but strongly with aqueous acids, 
(Gay-Lussac and Thénard.) 


B. Zinc-ox1pE witn Sopa.—Hydrated zinc-oxide dissolves readily in © 
aqueous solution of soda; metallic zinc only when heat is applied; it then 
dissolves with evolution of hydrogen. (Lassonne.) The solution, when 
exposed to the air, deposits small shining crystals of hydrated obasic 
zinc-carbonate. (Wohler.) Zinc-oxide boiled with solution of carbonate 
of soda extracts from it only a trace of soda; if sulphate of soda is mixed 
with the solution, the zinc-oxide extracts from it both soda and sulphuric 
acid, which it retains with great obstinacy. (Wackenroder.) 


C. CARBONATE OF ZINC-OXIDE AND SoDA.—Zinco-sodic Carbonate.— 
Zinc dissolves slowly in aqueous carbonate of soda, with evolution of 
hydrogen. The solution, set aside for a few days, deposits small, colour- 
less, strongly lustrous, hard, regular tetrahedrons and octahedrons, having 
their edges and solid angles truncated. They become opaque when 


ZINC AND BARIUM. 45 


heated, and turn yellow on ignition; and if afterwards treated with water, 
they yield a solution of carbonate of soda and a residue of pure oxide of 
zinc. (Wohler, Pogg. 28, 616.) Oxide of zinc does not dissolve in car- 
bonate of soda fused before the blowpipe. 


B. Zinc-oxide dissolves in Borax and in Microcosmic salt, yielding a 
clear glass which becomes milk-white on gentle flaming, and if the zinc- 
oxide is in excess, becomes enamel-white on cooling. 


EK. SuLPHATE OF ZINC-OXIDE AND SopA.—Zinco-sodic Sulphate.— 
Separates from a solution of zinc-vitriol and bisulphate of soda, when 
evaporated in vacuo over oil of vitriol. (Graham.) According to 
Graham, monosulphate of soda and zinc-vitriol, mixed in any propor- 
tions whatever, do not yield this double salt, but each salt crystallizes 
out by itself. Karsten, on the other hand (Schrift d. Berl. Akad. 1841), 
obtained crystals of the double salt, both by mixing Glauber’s salt with a 
saturated solution of zinc-vitriol, and setting the mixture aside for a few 
_ days, and likewise by dissolving zinc-vitriol at ordinary temperatures in 
a saturated solution of Glauber’s salt, and leaving the mixture to 
evaporate either spontaneously or with the aid of heat; it was only 
when the mixture was strongly heated and then suddenly cooled, that 
the two salts crystallized out separately. Karsten likewise obtained the 
double salt with common salt and zine-vitriol. | 

The dehydrated salt melts without decomposition at an incipient red- 
heat, and on cooling, solidifies in a white, opaque mass. The salt crys- 
tallizes in tables contains 4 atoms of water; it deliquesces only in moist 
air, and when dissolved in water, separates into the two simple salts. 
(Graham, Phil. Mag. J. 18, 417.) 


F. Iopipr oF Zinc AND Sopium.—Zinco-sodic Lodide.—Preparation 
and properties, similar to those of the potassium-salt. (Rammelsberg.) 


Crystallized. Rammelsberg. 
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G. CuLorRIDE oF ZINC AND SopiuM.——Zinco-sodic Chloride.—An 
aqueous solution of common salt and zinc-chloride quickly evaporated 
yields six-sided laminz, having a sharp taste, and easily soluble. If the 
solution be slowly evaporated, the chloride of sodium crystallizes out 
alone. (Schindler, Mag. Pharm. 36, 48.) 


ZINC AND BARIUM. 


TopipE oF Zinc AND Barium.—Zinco-barytic Iodide.—Preparation 
and properties similar to those of the potassium-salt, : 


Crystallized. Rammelsberg. 
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Baryta, strontia, and lime dissolved in water, and mixed with the — 
compound of zinc-oxide and ammonia, deprive that compound of part of 
its zinc-oxide, and are precipitated in combination with that oxide. 
(Berzelius.) 


ZINC AND MAGNESIUM. 


SutpHate or Zrnc-ox1DE AND Maanes1a.—Zinco-magnesic Sulphate. 
—Sulphate of magnesia dissolves in a cold saturated solution of zinc- 
vitriol forming a clear liquid at first; but after awhile, the double salt is 
deposited. (Karsten.) 


ZINC AND ALUMINUM. 


A. ALUMINATE oF ZINC-oxIpDE.—a. Gahnite.—Regular octohedrons ; 
sp. gr. 4°23. Harder than quartz; translucent, green; es a pale 
bluish-green powder. Does not fuse before the blowpipe; bakes together 
with carbonate of soda without dissolving in it, and forms a dark- 
coloured slag, which, when finely pulverized, forms a deposit of zinc-oxide 
upon the charcoal; dissolves sparingly and with great difficulty in borax 


‘or in microcosmic salt; dissolves in a mixture of borax and earbonate 


of soda, forming a clear glass coloured by iron. (Berzelius.) Insoluble 
in aqueous acids and alkalis. 
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Part of the ZnO is replaced by MgO and FeO. 


b. Hydrate of alumina abstracts the zinc-oxide from the aqueous 
solution of the compound of zinc-oxide and ammonia; aluminate of zinc- 
oxide is likewise precipitated on mixing the compound of zince-oxide and 
ammonia with a saturated solution of hydrate of alumina in potash. 
This compound is soluble in potash. (Berzelius.) The compound of zinc- 
oxide and potash likewise forms, with aluminate of potash, a precipitate 
soluble in excess of potash, (Sander, dun. Pharm. 9, 181.) ‘4 


B. SuLPHATE oF ALUMINA AND Zinc-ox1pE.—Zinc-alum=Zn0,80° + 
Al?0%,350°+24Aq. (Kane.) 


C. Frvormer or ALuMINUM AND Zinc.—ZnF,Al’F?.—Formed by 
evaporating the aqueous solution of hydrofluate-of zinc-oxide and hydro- 
fluate of alumina. Long, colourless needles, slowly but completely 
soluble in water. Ammonia added to the solution throws down aluminate 
of zinc-oxide. (Berzelius.) fo oe 


ZINC AND SILICIUM. - 


5 


A. Stntcate or Zr1nc-oxrpn.—Zine-glance or Siliceous Calamine 
occurs in transparent and colourless crystals. belonging to the right 


a 
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prismatic system. Right rhombic prisms, having the obtuse (rarely also 
the acute) lateral edges replaced by planes, with two bevelling surfaces 
resting sometimes on the two acute, sometimes on the two obtuse lateral 
edges. Cleavage parallel to uw and p. Sp. gr. 3:38. Harder than felspar. 
—Decrepitates slightly when heated, losing water and becoming opaque; 
does not fuse before the blowpipe, but swells up when strongly ignited; 
intumesces slightly with carbonate of soda but does not dissolve in it, and 
gives, though not readily, a deposit of zinc-oxide. In borax or micro- 
cosmic salt, it fuses to a transparent glass, which, however, becomes 
turbid on cooling. With nitrate of cobalt it assumes a green colour 
when gently heated, light-blue on the edges when more strongly ignited. 
(Berzelius.) Dissolves readily in acids, with separation of a siliceous 
jelly; dissolves for the most part in caustic potash. | 


Berzelius. Berthier. | Smithson. 
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The same compound occurs in the anhydrous state but impure, as 
Williamsite or Hebetine. 


_ B. Hypratep Fivoripe or Sinicrum anp Zinc, or HyDROFLUATE 
OF SILICA AND Zinc-ox1pE.—A ®olution of zinc-oxide in hydrofluosilicic 

acid yields, when evaporated at a high temperature, three and six-sided, 
transparent, colourless prisms, permanent in the air, and very easily 
soluble in water; ZnF',SiF?+7Aq. (Berzelius.) 


C. SrnicaTE oF ZINc-oX1DE AND Potasu.—Separates in white flakes 

when zine in contact with iron is dissolved in potash-ley containing silica. 

The flakes contain water; they dissolve in excess of caustic potash, and 
likewise, with separation of a jelly, in acids, (Schindler.) 


Zinc AND TUNGSTEN. 


A. Tunestate oF Zinc-ox1pE.—White powder, insoluble in water. 


B. SvuLPHOTUNGSTATE oF Zinc.—ZnS, WS*. The mixture of an 
aqueous zinc-salt with sulphotungstate of potassium gives after 24 hours, 
a pale yellow, pulverulent precipitate. (Berzelius.) | 


Zinc AND MotypDENUM. 


A. Motyppaté oF Z1nc-ox1pr.—Formed by precipitating a zine- 
salt with molybdate of ammonia. Yellowish-white powder, sparingly 
soluble in water, more easily soluble in acids, and containing, according 
to Brandes, 36°25 zine-oxide and 63°75 molybdic acid. 


B. SULPHOMOLYBDATE oF Z1nc.—Dark brown precipitate, insoluble 
in water. (Berzelius.) 


C. PERsuLPHOMOLYBDATE oF Zinc.—Red precipitate. (Berzelius.) - 


D and E. eee OF. ames OXIDE ‘AND Riakkawiass a ‘Motes! 4 
pate of ZINC-OXIDE: AND ‘Porasu. —Both these jaoalile salts are soluble 
in. water. (Bercelins.; ey cae Ee am 


Tixe "AND. -Vanaprom,. 


-VANADIATE OF ZINC-OXIDE.—a. "Mmovinadicite, —By double tigcole 
“position. °. White precipitate, insoluble in. water, even ata boiling: heat. 2 


6. Bivanadiate.—Transparent, eye crystals, cine in water. Pe 
eve) fi heads } | RE SBS 5, Bea 


a. NC AND Comune. 


coe OF Triste OXIDE.—a. Dichromate. The ‘yallew preelpitte. 
which monochromate of potash produces in a solution of zinc-vitriol. 
(Thomson, Phat. Mag. Ann. 3, 81.) When the chromate of “potash is 
dropt into a boiling solution of zinc-vitriol, the precipitate formed has a” 
peculiarly fine yellow colour. (Bensch.)- The supernatant liquid remains 
yellow even when the zinc-salt is in excess, [It probably contains: bie 2 
chromate of potash.| Zinc-salts are not ‘peoctniated by: bichromate oe 
_ potash. (Wohler.) a 
6, Monochromate.—A solution” of giticeearbonate in aqueous iieinane ie 
acid yields transparent, topaz-yellow crystals, haying the form. of’ zinc-- 


ie - vitriol and a specific gravity of 2°096 at15°. The. crystals are. easily. 


soluble in water, and when heated, dissolve in their water of crystalliza-' 


tion; the dehydrated salt is. strougly*heated obs contact: biote 5 ‘water. 


: Lee, Ann. Pharm. 42, oe 
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“By subsequent pee Tes Kopp has didpowanad that the atyeidle 
shich he originally took for pure chromate of zinc-oxide, really consisted — 
of ordinary zine-sulphate containing small quantities of .zinc-chromate. — 
intimately bound up with them: the crystals when. dissolved in water 
gave the reactions -of ‘chromic. acid, but. contained only 3:5 per cent. of 
_ that acid, instead of 33°6 as. required by the formula, ZnO, CrO?+7Aq. 
» The formation of. the zinc-sulphate is due to the presence of sulphuric 

oe in the chromic acid used 1 in . the pepe Ham, Pharm. dh 

386. ) , . | 


B. CHROMATE OF ZaNo- OXIDE AND ere LR i, ihanaie Onvbinate 
- If the yellow flocculent. precipitate obtained by mixing zinc-vitriol with _ 
~ monochromate of. potash be left immersed in the liquid for 24 hours, it _ 
- changes to an orange-yellow powder, which is a compound. of chromate of 
potash with chromate of zinc-oxide. It loses by ignition 15 per cent. of. 
_ oxygen and water, and leaves a dark brown powder from which aor 
extracts'a quantity of monochromate of potash. amounting to 21 per cent. 
of the. double salt, and leayes violet-brown Chromite of Zinc-oxide,. whisk 4 
dissolves in oil of vitriol, forming a dark-green solution. The double 


_. salt is slightly soluble in cold water and imparts a yellow colour to large | 


i quantities of it; in boiling water it forms a deep yellow solution, with 


- separation of a Lenin chloe salt, prbably basic. kee OR Berzelius 
gag 4, eae 
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ee —— OF ZINC. a 
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Un beaet OF iy ee OxIDE.--1. By precipitating zineo-uranic acetate 


| with baryta-water._2, When uranic nitrate is. precipitated by zine, the 
zinc becomes covered with. a solid yellow film of -uranate of. zinc-oxide, 
: hich: poy dente further combination. Coes J. pr Chem 29, ws ) 


ae AND “Maaanass, 


| Punaaxoanarn oF axe: “OXIDE. —Deliquescent. (itscherlie.) 


Zane: AND ARSENIC. 


‘dhs ie or Zinc—a. When. 75-2 parts a At) of ieee 


* eee is brought in contact with 128°8 parts (4 At.) of zinc fused but 
net red-hot, combination takes. place, the whole mass glowing vividly 
. with a dark. red light, and. some of the arsenic volatilizing. (A. Vogel.) 
-b. With 64-2: parts (2 At.) zine and 75:2: parts (1 At.) arsenic similarly 
"treated, the ignition is less vivid, because the resulting compound is less 
- fusible and. solidifies more quickly. This compound, when treated with 
hydrochloric. acid, gives off pure arseniuretted hydrogen, without any 


- admixture of free hydrogen. (A. Vogel, J. pr. Chem. 6, 345.) 100 parts : 


_ of zine-turnings heated with 100. parts of arsenic- powder combine without 
. ignition. and. yield 172 parts of & very brittle alloy, (Gehlen.) Equal 


~ parts of. granulated zinc. and. pulverized arsenic heated in an. earthen. 


_.Tetort at a gradually increasing temperature, yield a well-fused, grey, - : 


~ brittle alloy, having a fine-grained fracture; this alloy, when dissolved in 
dilute sulphuric acid, evolves pure arseniuretted hydrogen gas, and leaves 


"-@ grey metallic powder which contains excess of arsenic, gives off that — 
. excess when heated, and is thereby rendered soluble in acids. (Soubeiran.) 
-. Arsenide of zine is likewise obtained by heating zin¢ with arsenious acid, — 


. (Bergman.) With 2 parts of zinc-cuttings: and 1 part of arsenious acid, 
: Phe reaction takes place with combustion and Papin (Gehlen. )e 


eB ARSENATE OF Zine- OXIDE or ZiNe- ARSENIATE. —Pris- arseniate. 
When di-arseniate of ammonia, potash, or soda is mixed with a zine-salt, 


the liquid. turns sour, and tris-arseniate of zinc-oxide ‘is. precipitated. 
: (Mitscherlich.). The precipitate formed by. arsenic acid in a, solution of 
~ gine-acetate is either the same salt, or a di-arseniate. White powder, 
insoluble in water, but soluble in arsenic and nitric acid. ~ Hydrogen gas 
passed over the ignited’ salt, decomposes it, according to ‘Soubeiran, into 
. water, arsenic, and zine-oxide, the latter remaining behind. . 


6, Acid Salt.. Formed by dissolving. zine, the oxide, or the salt a ee 


” 1 eae 


- arsenic acid. _When‘metallic zinc is used, arseniuretted hydrogen is given. 


~ off, and solid arsenide of hydrogen separates in the form of a brown powder. 
The acid solution yields cubes on evaporation. (Berzelius. ). When com-. 
’ pletely saturated “ees! plate it solidifies to. a HENEREIO jelly. (ieouet hee 


saad 9, 261. 5 


“e. ‘Hyposvzesansenri | oF. Zac _ Yellowish Yea, (Berzelias.) 
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precipitate which becomes orange-yellow on drying. This, when gently 
heated, gives off part of the arsenious sulphide, and leaves a hard, yellow, 
agolomerated compound of zine-sulphide with a small quantity of arsenious 
sulphide; the latter is completely driven off at the melting point of glass. 
(Berzelius, Pogg. 7, 145.) 3 


EK. SULPHARSENIATE oF Zinc.—a. Terbasic salt.—8ZnS,AsS°.—By 
precipitating a zinc-salt with trisulpharseniate of sodium. Pale yellow 
flakes, which, when dry, yield an orange-yellow powder.—b. Bibasic. 
2Zn8, AsS*. By precipitating with disulpharseniate of sodium. Forms 
somewhat brighter yellow flakes, but exhibits the same colour as a when 
dry. (Berzelius.)\—c. Monobasic.—W hen zinc-oxide and arsenic acid are 
dissolved together, even in a very large excess of hydrochloric or sulphuric 
acid, sulphuretted hydrogen precipitates the whole of the zinc [provided 
the quantity of arsenic acid is sufficient] in the form of yellow ZnS, AsS’. 
But if the arsenic acid be previously reduced to the state of arsenious acid 
by the action of sulphurous acid, sulphuretted hydrogen precipitates only 
tersulphide of arsenic, and leaves all the zine in solution. (Wohler, 
Jahresb, 21, 2, 150.) 


F. ARSENIATE OF ZINC-OXIDE witH AmMontA.—Formed by mixing 
hydrochlorate of zinc-oxide with a quantity of sal-ammoniac sufficient to 
prevent precipitation by ammonia, and then digesting the solution with a 
mixture of ammonia and arseniate of\ potash. The precipitate, which is 
flocculent at first and afterwards beconies crystalline, forms, after pressure 
between paper and drying, a white powder, soluble in acids, ammonia, 
and potash, but not in water. At 100° it gives off the greater part of its 
water with a portion of ammonia, and on ignition leaves a residue 
amounting to 84:33 per cent., and consisting of 43°57 zinc-oxide with 
40°76 arsenious acid. (Bette, Ann. Pharm. 15, 141.) 
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ZINC AND ANTIMONY. 


A. AntimonipE or Zrinc.—These two metals fuse together with 
facility—and, according to Gehlen and A. Vogel, without emission of 
light—and form a hard, brittle, steel-coloured alloy, whose density is less _ 
than the medium density of its elements. (Gellert.) 


B. ANTIMONIATE OF ZINc-ox1pE.—The precipitate formed in a 
solution of zine-vitriol by a small quantity of antimoniate of potash dis- 
appears again, and does not become permanent till a larger quantity of 
antimoniate of potash is added; white crystalline grains are then depo- 
sited, in the course of a few hours, on the sides of the vessel. The salt 
when heated, gives off all its water and turns yellow, but without any 
appearance of luminosity. It does not fuse before the blowpipe on char- 
coal and can only be reduced by addition of an alkali; it is very slightly 
soluble in water. (Berzelius.) : , = 


of 
F 


a 


OTHER COMPOUNDS OF ZINC. ae Os 


_ ©, SuLPHANTIMONIATE oF Z1nc.—3ZnS,SbS*.  Zine-vitriol dropt. 
into excess of aqueous sulphantimoniate of sodium, forms a deep orange- 
yellow precipitate, which dissolves in the liquid on boiling, and passes 
through the filter during washing. If the zine-sulphate be added in 
excess and the liquid boiled for a short time, a deep orange-yellow preci- 
pitate is formed, which dries up to a brown-red mass having a shining 
fracture. Thissubstance, when ignited in a retort, yields sulphurous acid 
and sulphur, and leaves a half-fused residue amounting to 82°9 per cent. 
It dissolves in boiling hydrochloric acid. In caustic potash it dissolves 
with separation of zinc-sulphide, and forms a yellow solution, from which 
acids precipitate pentasulphide of antimony, with slight evolution of 
sulphuretted hydrogen. (Rammelsberg, Pogg. 52, 228.) 
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ZINC AND TELLURIUM. 


A. TELLURIDE or Z1nc.—-These metals when heated unite with 
great evolution of heat, and form a grey, porous, difficultly soluble alloy, 
having a metallic lustre and crystalline fracture, insoluble in strong 
sulphuric or hydrochloric acid. (Berzelius, Lehrb. 3, 384.) 


B. TELnvrite oF ZINC-oXIDE.—By double decomposition, White 


flakes. (Berzelius.) 


©, SunpHoTELLURITE oF Zinc.—38ZnS,TeS?.— By double decomposi- 
tion. The precipitate, which is light-yellow at first, gradually turns 
brown. (Berzelius.) 


Zinc AND BismuTH. 


Alloy of Zinc and Bismuth?—The two metals will not unite by 
fusion. (Cramer.) On melting them together in equal parts, two layers 
are formed, the upper consisting of zinc, the lower of bismuth containing | 
a small quantity of zinc, and therefore of a lighter red; finer-grained and 
more brittle than pure bismuth, but expanding with equal force as it 
solidifies. (Marx, Schw. 58, 465.) By fusing together 16°12 pts. (6 At.) 
zinc and 17°78 pts. (1 At.) bismuth, an upper layer is formed, consisting — 
of zinc and amounting to 13°40 parts, and a lower layer, amounting to 


19°40 parts and consisting of bismuth, which, where it borders on the 


zinc, is somewhat more laminar, in consequence of admixture of zinc; 
but no chemical compound is obtained. (Fournet, Ann. Chim. Phys, 24, 


247.) | 
Otrner Compounps oF ZINC. 


With Tin, Lead, Iron, Cobalt, Nickel, Copper, Mercury, Silver, Gold, 


Platinum, and Palladium. Very small quantities of tin, lead, iron, 


copper, or mercury, diminish the solidity of zinc; a very small quantity of 
iron or copper accelerates its solution in acids; a very small quantity of 


lead or mercury, especially the latter, retards the eolution. (Karsten, 


J. pr. Chem. 16, 380.) Ee 


CHAPTER X XIX. 


CADMIUM. 


Stromeyer.. Schw. 22, 262; abstr. Gilb. 60, 193. 

Hermann. Gib, 59, 95 and 113; 66, 276. 

Meissner. G2lb. 59, 99. | 

Roloff. Berl. Jahrb. 1819, 250; Gulb. 70, 194. 

Karsten. Archiv. f. Bergbau und Hiittenwesen, 1, 209; abstr. Berl. 
Jahrb. 1819, 244. | 

John, ins. Handwirterbuch der Chemie, 8, 299; also Bert. Jahrb. 1819, 
245.—Further: Berl. Jahrb. 1820, 365. 

Children. Phil. Mag. No. 259, 63; also Schw. 24, 441. 

Clarke. Ann. Phil. 15, 272; also Schw. 30, 222.—Further: Ann. Phil. 
18, 128; 8, 195. 

Herapath. Ann. Phil. 19, 485. 


SynonyMes, <laprothium, Melinum. 


History. Cadmium appears to have been discovered about the same 
time—in the spring of 1818—by Stromeyer and by Hermann; the more 
accurate investigation of it is, however, due to Stromeyer. . 


Sources. As sulphide of cadmium;—also in small quantity in several 
varieties of Calamine and Blende, namely, in the radiated Blende of 
» Przibram, to the amount of 2 or 3 per cent. (Stromeyer.) In the Blende 
of Nuissiére to the amount of 1°136 per cent. (Damour, J. 7. Chem. 13, 
354.) In silicate of zine from Freiberg and from Derbyshire; in carbonate 
of zinc from Mendip: in carbonate and silicate of zine from the Cumber- 
land mines; in commercial English zine; but not in the carbonate of zinc 
from Holywell, or in the silicate from Hungary. (Clarke.) The flowers . 
of zinc obtained in the preparation of zinc from calamine in Silesia 
(p. 1) likewise contain about 38 per cent. of cadmium. All these 
bodies, when heated in the inner blowpipe-flame, form a red deposit on 
charcoal or on platinum. 


Preparation. 1. Cadmiferous zinc, oxide of zinc, or zinc ore, is dis- 
solved in dilute sulphuric acid; the solution supersaturated with acid; the 
cadmium precipitated by sulphuretted hydrogen; the sulphide of cadmium 
washed and dissolved in strong hydrochloric acid; the excess of that acid | 
expelled by evaporation; and the cadmium precipitated as a carbonate 
by means of carbonate of ammonia, which is added in slight excess, in 


_ order to re-dissolve any copper or zine that may be mixed with the 


cadmium. The oxide of cadmium, after being washed and then heated 
_to redness to free it from carbonic acid, is mixed with thoroughly ignited — 
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lamp-black, and heated to redness in glass or earthen retorts: the metal 
then distils over. (Stromeyer.)—John treats the cadmiferous zinc with a 
quantity of dilute sulphuric acid, not sufficient to dissolve it, whereupon 
the dissolved. cadmium is precipitated by the excess of zinc in grey 
flakes. These flakes are dissolved in dilute sulphuric acid—the solution 
evaporated to dryness—the residue dissolved in water—the solution 
acidulated with hydrochloric acid—and the cadmium precipitated from it 
by zinc.—3. John treats the solution of cadmiferous .zinc-flowers in 
sulphuric acid with sulphuretted hydrogen, in order to precipitate the 
cadmium in the form of sulphide—decomposes the precipitate with nitric 
acid—evaporates—dissolves the residue in dilute hydrochloric acid—and 
precipitates the cadmium by zinc.—4, In the distillation of zine in 
England, the cadmium-vapours, being the more volatile, pass over before 
the zinc-vapours, and burn with a brown flame, forming a yellow, brown, 
or black oxide, which, besides sulphide of cadmium, oxide of zinc, and 
carbon, contains about 20 per cent. of cadmic oxide, and consequently, 
when dissolved in hydrochloric acid and precipitated by zine, yields a 
large quantity of cadmium, which may be purified by sublimation. 
(Herapath.)—5. In Silesia, cadmium is prepared on the large scale from 
- flowers of zine, by gently igniting them with charcoal powder in earthen 
tubes—collecting the metallic powder deposited in the receiver [still 
containing zine to the amount of half its:weight] and distilling it twice 
in the same apparatus—and finally fusing the sublimed metal in a crucible 
with tallow. (Hollunder, Kastn. Arch, 12,245.) It is not easy to get rid 
of all the zinc by this process. 


Properties. Crystallizes readily in octohedrons; has a dense texture 
and indented fracture. Soft, but harder and more coherent than tin; 
easily cut with the knife; very flexible; very easily beaten out into thin 
plates or drawn into wires. (Stromeyer.) When bent, it emits a crackling 
noise like tin. Specific gravity after fusion, 8°604 (Stromeyer), 8°6355 
(Karsten), 8°67 (Children), 8°677 (Herapath), 8°75 (John); after ham- 
mering, 86944 (Stromeyer), 9°05 (Children). Has a strong lustre. In 
colour it is intermediate between tin and zinc. Fuses below a red heat; 
volatilizes somewhat below the boiling point of mercury, and without” 
emitting any particular odour. (Stromeyer.) : 


Compounds of Cadmium. 


CADMIUM AND OXYGEN, 
A. Suboxide of Cadmium ? 


Oxalate of cadmic oxide, heated in a retort to the melting point of lead, 
gives off water, carbonic acid, and marsh-gas, and is converted into a 
green powder. Mercury does not extract any metal from this powder, 
When heated in the air, it glows vividly, gives off a cloud of brown 
oxide, and leaves a mixture of metal and oxide, which partly fuses 
together in the form of golden-yellow grains of oxide mixed with metal. 
When treated with dilute sulphuric acid, it effervesces slightly from the 
escape of carbonic acid still retained in it, and yields cadmic oxide to the 
acid, while metallic cadmium remains behind. By dissolving it in nitric. 
acid, evaporating to dryness, and igniting, 106°13 parts of cadmic oxide 
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are obtained: hence it contains 93:3 [92:9] per cent. of metal and 6°7 
Kea of oxygen. (Marchand, Pogg. 38, 145.) Its composition is there- 
ore nearly Cd’O. 


B. Capmic OxipE. 
Protoxide of Cadmium, Kadmiumoayd, Ouyde cadmique. 


Cadmium becomes somewhat tarnished by exposure to the air. 
(Stromeyer.) In moist air free from carbonic acid, it remains unchanged. — 
When immersed in water and exposed to air free from carbonic acid, it 
becomes covered with a white powder, probably consisting of hydrated 
oxide; in air containing ¢arbonic acid, it acquires a whitish-grey deposit, 
which contains carbonic acid. (Bonsdorff, Pogg. 42, 336.) When exposed 
to the air under water containing 31, of potash hydrate, the metal 
becomes blackish-grey, but yellow after drying, and a trace of cadmic 
oxide dissolves in the water. (A. Vogel, J. pr. Chem. 14, 107.) The 
metal burns easily when heated in the air, forming cadmic oxide, which 
rises in the form of a brownish-yellow, inodorous cloud. (Stromeyer.) 
At ordinary temperatures it does not decompose water, unless one of the 
stronger acids, such as sulphuric, hydrochloric, or acetic acid is. present, 
_ the decomposition then taking place with slow evolution of hydrogen 
gas. (Stromeyer.) Cadmium decomposes vapour of water at tempera- 
tures above the boiling point—as when a mixture of aqueous vapour and 
cadmium-vapour is passed through a red-hot tube—the products being 
cadmic oxide and hydrogen gas. (Regnault, Ann. Chim. Phys. 62, 351.) 
- It oxidizes and dissolves rapidly in cold nitric acid. (Stromeyer.) Cadmie 

_ oxide is obtained by burning cadmium, or by igniting the carbonate or 


nitrate. 


_Cadmic oxide is a powder, sometimes of a brownish-yellow, sometimes 
of a brownish-red, and sometimes of a dark brown colour. Does not fuse, or 
volatilize, or decompose, even at the most intense white heat. (Stromeyer.) — 
Specific gravity 6°9302. (Karsten.) Herapath, on subliming the metal 
in a glass tube containing air, obtained the oxide in purple, opaque 
needles, aggregated in stellate masses, 
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CdO = 696°77 + 100 = 796°77. (Berzelius.) 


Charcoal withdraws oxygen from cadmic oxide at a low red heat. The 
cadmium, as it is reduced on charcoal before the blowpipe, is immediately 
burnt again, and produces a brownish yellow or a red film upon the 
charcoal. | 


Combinations, a. With water—Hyprats or Capmi¢ Ox1prE.—Formed 
by precipitating a cadmic salt in solution by caustic potash. % If the 
solution be concentrated, a basic salt is obtained; but from a dilute solu- — 
tion, the hydrated oxide CdO,HO is obtained. (Schaffner, Ann. Pharm. 
51, 173.) % White; loses its water at a red heat; absorbs carbonic acid 
from the air, 1 Nicklés has obtained the hydrated oxide in the crystal- 
line state by the action of aqueous ammonia on metallic cadmium placed 
in contact with iron. The compound thus formed had nearly the compo- 
sition CdO,HO. (J. Pharm. [3], 12, 61.) T 
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CADMIC SALTS. | «BB 


6. With Acids, forming the Satts or Capmic Oxipg, or Capmic SAtts. 
—These salts are mostly colourless; those which are soluble in water, 
redden litmus; they have a disagreeable metallic taste, and act as emetics. 
They give off their acid by ignition, provided the acid is volatile. 
When heated with carbonate of soda on charcoal in the inner blowpipe- 
flame, they form a yellow or brown-red deposit on the charcoal. The 
solutions of these salts give the following reactions : Zinc throws down 
metallic cadmium in dendrites. Clarke’s statement that cadmium is like- 
wise precipitated by iron, is contradicted by Meissner and Fischer.—Sul- 
phuretted hydrogen passed through cadmic solutions, even when a large © 
excess of acid is present, precipitates the whole of the cadmium in the 
form of sulphide, which has a. lemon-yellow colour at first, but afterwards 
becomes orange-yellow. A similar effect is produced by alkaline hydro- 
sulphates, the precipitate being insoluble in excess. The hydrated sul- 
phides of manganese, iron, cobalt, and nickel, when recently precipitated, 
likewise throw down sulphide of cadmium from cadmic salts. (Anthon. 
J. pr. Chem. 10, 353.)—Caustic alkalis throw down white hydrate of 
cadmic oxide, very easily soluble in a slight excess of ammonia, but in- 
_ soluble in potash or soda. Sulphuretted hydrogen likewise precipitates 
sulphide of cadmium from the solution in excess of ammonia.— The 
‘monocarbonates and bicarbonates of ammonia, potash, and soda, throw 

down white carbonate of cadmic oxide, insoluble in excess of the alkaline 
carbonates. If the salt contains a large quantity of free acid, the preci- 
pitate dissolves in excess of carbonate of ammonia, but not otherwise. 
(Stromeyer. )—Phosphate of soda throws down white phosphate of cadmic 
oxide.—Oxalic acid and alkaline oxalates precipitate white oxalate of 
_cadmic oxide, insoluble in alkaline oxalates, but easily soluble in ammonia. 
The white precipitate produced by ferrocyanide of potassium, and the | 
yellow precipitate produced by the ferricyanide, are soluble in hydro- 
chloric acid.—The addition of hyposulphite of soda and hydrochlorie acid 
does not produce a precipitate of sulphide of cadmium ; neither is any 
precipitate produced by chromic acid, succinic acid, alkaline benzoates, 
‘or tincture of galls—Those salts of cadmium which are insoluble in 
water dissolve in sulphuric, hydrochloric, or nitric acid, and likewise in 
cold aqueous solution of sulphate, hydrochlorate, nitrate, or benzoate of 
ammonia. ‘ 

¢. With Ammonia and with Borax. 


CADMIUM AND CARBON, 
CARBONATE OF Capmic OxipE, or Capmic CARBONATE.—White 


powder, anhydrous after drying, insoluble in water. (Stromeyer.) Specific 
gravity about 4°4938. (Karsten.) 
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“| According to Lefort (J. Pharm. [8] 12, 406), the precipitate 
thrown down from cadmium solutions by alkaline carbonates is 2(CdO, 
CO?) + HO; and the whole of the water goes off between 80° and 120°. 
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56 | CADMIUM, 
‘, CapMIuM AND Boron. 


Borate or Capmic OxipE or Capmic Boratse.—By precipitating 
monosulphate of cadmic oxide with borax. White powder, emer f 


soluble in water. Contains 72°115 cadmic oxide and 27-885 boracic acid, — 


(Stromeyer.) 


CapMIUM AND PHOSPHORUS. 


A. PHospHIDE oF CapmMium.—Grey, with a faint metallic lustre; very 
brittle and difficult to fuse. When heated in the air, it burns with a 
bright flame, and is converted into phosphate of cadmic oxide.  Dissolves 
in hydrochloric acid, with evolution of phosphuretted hydrogen. 


B. Hypornosruite or Capmic OxipE or Capmic HyPoPHosPHITE. 
—_Aqueous hypophosphorous acid, saturated in the cold with excess of 
cadmic carbonate, then filtered and evaporated in vacuo, yields small 
crystals. These crystals, when heated in a retort, give off a considerable 
quantity of phosphorus in the form of a sublimate, and likewise a mixture 
of hydrogen and phosphuretted hydrogen—each bubble of which takes 


- fire spontaneously—and leave a mixture of not quite 1 part of brown ~ 


phosphoric oxide, and somewhat more than 99 parts of cadmic phosphate, 
in which 56°86 parts of cadmic oxide are united with 43:14 parts of 
phosphoric acid. (H. Rose, Pogg. 12, 91.) | 


C. PuospuitEe or Capmic Oxipr or Capmic Puospuite.—By double 
affinity, with sulphate of cadmic oxide and phosphite of ammonia. The 


white precipitate, ignited in a retort, gives off pure hydrogen gas, without. 


evolution of light and heat, but with sublimation of a small quantity of 
metallic cadmium, and leaves a fused mass, black and blistered when 
solidified. (H. Rose, Pogg. 9, 41.) | 


D. Orpinary PuospHAtE or Capmic Ox1DE or CapMic PHosPHATE.— 
By precipitating a cadmic salt with diphosphate of soda. White powder, 
insoluble in water. When heated to incipient whiteness, it fuses to a 
transparent glass. Contains 69°284 cadmic oxide and 30°716 phosphoric 
acid, (Stromeyer.) | ) 


¢ E. PyRopnospHatE or Capmic Oxipr or Capmic Pyro- 
PHOSPHATE.—By precipitating sulphate of cadmic oxide with pyro- 


phosphate of soda. White powder, which sinks slowly to the bottom of 


the liquid—soluble in ammonia, pyrophosphate of soda, and acids, but 
insoluble in caustic potash. When ignited in a current of hydrogen, it 
yields a sublimate of metallic cadmium and phosphorous acid, while a 
small quantity of phosphuretted hydrogen is evolved, and a white mass 
is left, containing phosphoric acid and cadmic oxide. It dissolves in 
sulphurous acid, and ig precipitated from the solution, on boiling, in 
laminz having a mother-of-pearl lustre. 
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(Schwarzenberg, Ann, Pharm. 65, 153.) T 
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- CADMIC SULPHITE, ce. 


F. MeTapHospHatE oF CApmic Ox1pE or CApMic METAPHOSPHATE, 
—Nitrate of cadmic oxide mixed, first with metaphosphoric acid, and 
then with ammonia, yields a precipitate which dissolves in excess of 
ammonia, but separates again when the solution is exposed to the air. 
(Persoz, Ann. Chim. Phys. 56, 334.) 


CADMIUM AND SULPHUR. 


A. SuLPHIDE or CapmMrium.—Found native in the form of Greenockhtte. 
Prepared as a pigment known by the name of Jaune brillant. Formed 
with difficulty by fusing cadmium with sulphur,—more readily by igniting 
cadmi¢ oxide with sulphur; precipitated in yellow flakes when hydro- 
sulphuric acid or an alkaline hydrosulphate is brought in contact with a 

-cadmium salt. The native sulphide crystallizes in double six-sided 
pyramids and other forms of the hexagonal system; cleavage parallel to 
the terminal and lateral edges of a six-sided prism. Specific gravity, 
4°8 (Brooke), 4:908 (Breithaupt). Hardness equal-to that of calespar. 
Of diamond lustre, semi-transparent, honey-yellow; yields an orange- 
yellow or a brick-red powder; becomes carmine-red whenever it is 
heated. Decrepitates when heated somewhat strongly. (Brooke, Breit- 
haupt.) The artificial sulphide, in the precipitated state, is an orange- 
yellow powder, which, when heated to redness, becomes first brownish 
and then carmine-red. Fuses at an incipient white heat, and solidifies on 
cooling, in transparent, lemon-yellow, micaceous laminz. Not volatile at 
any temperature. (Stromeyer.) Specific gravity of the fused artificial 
sulphide, 4°605. (Karsten.) 
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In dilute hydrochloric acid it dissolves with difficulty, éven when the 
acid is heated; but if the acid be strong, the sulphide dissolves with ease, 
even at ordinary ‘temperatures, with violent evolution of sulphuretted 
_ hydrogen, and without separation of sulphur. (Stromeyer.) At a red 
heat, it slightly decomposes vapour of water; at a white heat, cadmic 
oxide is formed. (Reynault.) Dissolves in nitric acid, with evolution of 
sulphuretted hydrogen and separation of sulphur. (Meissner.) Very 
slightly soluble in ammonia. (Wackenroder, Lepert. 46, 226.) 


B. SULPHITE oF CApmic Ox1pE or Capmic SuLpuire, — Cadmium 
dissolves in aqueous sulphurous acid, and forms sulphite of cadmic oxide, 
a large quantity of sulphide of cadmium being produced at the same time: 
for the hydrogen gas evolved by the action of the sulphurous acid on 
the metal, acts while in the nascent state on a portion of the sulphurous. 
acid, and forms hydrosulphuric acid; and this, again, precipitates a por- 
tion of the dissolved cadmic oxide in the form of sulphide. (Fordos & 
- Gélis, Compt. -rend. 16, 10703 also J. pr. Chem. 29, 288.) 


3Cd+3HO +380? = 3(CdO, SO’) + 3H; 
and 3H +802 = HS+2HO; 
and =—s_-3(CdO,, 802) + HS = 20,380? + CdS + HO. 
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1 Carbonate of cadmie oxide is readily dissolved By sulphurous acid; 
and, on adding absolute alcohol to the solution, a precipitate resembling 
alumina is produced, which does not give off water when heated in a 
tube. If this precipitate be left at rest in the liquid, beautiful wei 
oryetals are deposited, having the following composition: 
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(Muspratt, Phil: Mag. 11,414; Ann. Pharm, 64, 242.) 1 


C.. HyposuntpHatEe oF Capmic OxipE or Capmic HyposuLPHATE.— 
The solution of cadmic carbonate in aqueous hyposulphuric acid deposits, . 
when slowly cooled, a erystalline mass of salt, which has a very rough 
taste, is very easily soluble in water, and deliquesces in moist air. 


D. SunpHaTE or Capmic OxipE or CapMic SuLPHATE.—a. Disulphate. 
—1. By ignition of 6. (Stromeyer.)—2. By imperfectly precipitating 6 
with potash (Kihn, Schw. 60, 344);—by exactly precipitating one- 
third of a solution of the neutral sulphate with caustic potash, and boil- 
ing the precipitate with the rest of the solution. (Kihn, Pharm. Centr. 
1847, 595.) Sparingly soluble in water; separates from the solution in 


scales, (Stromeyer. ) Kiihn (1.) — Kiihn (2.) 
unn . 2 


COUO i 25: Sone. 128 72324 ick. 72°01 72°6 
RU)? cacao ieee saen 40 Ze DOW Chedes 21°96 19°3 
BLD yates Peeks 9 SOB ieee 6°03 8:1 


2CdO, S08 + Ag. ........ 7 WOOHOO. 10000... -100°0 


6. Monosulphate.—Crystallizes with water in large, transparent rect- 
angular prisms, resembling crystals of zinc-vitriol; they effloresce rapidly 
in the air [permanent in the air, according to Meissner], and, when. 
gently heated, give off their water of crystallization without ‘fusing; 
when more strongly ignited, they lose half their acid, and are converted 
into a. Easily soluble in water. (Stromeyer.) : 
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By evaporating a solution of cadmic sulphate containing excess of 
sulphuric acid, Kuhn obtained compact crusts of indistinct crystals, con- 
taining CdO S0°+ HO. (Pharm. Centr. 1847, 595.) T 


K, SULPHOCARBONATE OF CADMIUM. —Hydrosulphocarbonate of cal- 
cium gives, with cadmic salts, a lemon-yellow precipitate, slightly soluble 
in water, to which it inpastg a yellow colour. (Berzelius.) 
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CADMIUM AND SELENIUM. 


| SELENITE or Capmic Oxtpk or Capmic Sprentre.—Selenious acid 

does not precipitate salts of cadmium. Selenite of ammonia gives, with 

chloride of cadmium, a white precipitate, having an argillaceous appear- 

ance, and assuming an orange tint when exposed to the air. The salt 

contains no water. It is soluble in selenious acid. When heated in a 

ie ; yields a yellowish-red sublimate. (Muspratt, Chem. Soc, Qu. J. 
1 63). 7 


CADMIUM AND IODINE. 


A. Iopipr or CapmMium.—Prepared either in the dry way or by 
digesting cadmium with iodine and water. Fuses very easily. Crystal- 
lizes on cooling from the fused state, or from an aqueous or alcoholic 
solution, in large, transparent and colourless, six-sided tables, which are _ 
permanent in the air, and have a metallic lustre inclining to that of 
mother-of-pearl When somewhat strongly ignited [in the air?], it 
evolves iodine. Dissolves readily in water and alcohol, and crystallizes 
from these solutions, on evaporation, still in the form of iodide of cad- 
mium. Sulphuretted hydrogen passed through the solution slowly preci- 
pitates sulphide of cadmium, (Stromeyer.) 
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B. Iopate or Capmic OxipEe or Capmic Jopatr.— Concentrated 
solutions of iodate of soda and iodate of cadmic oxide immediately form 
a precipitate soluble in excess of the cadmic salt; it is bulky at first, but 
soon falls together in the form of a crystalline meal. When dry, it 
forms a white anhydrous powder. This powder, when heatedjin a retort, 
gives off oxygen gas and iodine vapour, and leaves a brownish-red 
mixture of oxide and iodide of cadmium, from which water extracts 
nothing, but nitric acid liberates iodine.—The powder dissolves but very 
sparingly in water, more readily in nitric acid and ammonia, 


CADMIUM AND BROMINE, 


A. BromipE or CapMium.—-]. At ordinary temperatures, cadmium 
does not combine with bromine; but when heated nearly to redness, it 
absorbs vapour of bromine, forming white fumes of bromide of cadmium. 
2. Hydrated bromide of cadmium is converted by heat into the anhydrous 
bromide.—Bromide of cadmium fuses readily [and crystallizes on cooling; 
Oroft|, and, when strongly heated, sublimes in white rounded lamine 
haying a mother-of-pearl lustre. It is decomposed by heated nitric acid, 
but dissolves without decomposition in hydrochloric acid, acetic acid, 


alcohol, and ether. 
Berthémot. - 
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Hydrated Bromide of Cadmium or Hydrobromate of Cadmic Oxide.— 
Bromide of cadmium dissolves easily in water. The solution may be 
formed by digesting cadmium with bromine and water. When evapo- 
rated and cooled, it yields. white, efflorescent needles. These crystals 
give off half their water at 100°, and the rest, without fusing, at 200°, 
whereupon they assume an enamel-like appearance. (Rammelsberg, Pogg. 

55, 241.) When suddenly heated, they fuse in their water of crystalli- 
zation, and are converted into anhydrous bromide of cadmium. (Berthé- 
mot; comp., Croft, Phil. Mag. J. 21, 356.) | 


Crystallized. . Croft. Rammelsberg. 
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B. BRoMATE oF CADMic OxIDE or CapMic BromMaTE.—Formed by pre- 
cipitating sulphate of cadmic-oxide with bromate of baryta, and evaporat- 
ing’ the filtrate over oil of vitriol in a receiver containing air.—Transpa- 
rent, rhombic prisms with angles of 127° and 53°, having their lateral 
edges truncated, and bevelled with two narrow faces; terminated with 
four-sided summits. The crystals, when heated, give off bromine vapour 
and oxygen gas, and leave a brown mixture of oxide and bromide of 
cadmium, the latter of which may be dissolved out by water. They ~ 
dissolve in 0°8 pt. of cold water. (Rammelsberg, Pogg. 55, 74.) 


Crystallized. Rammelsberg. | 
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CapMIuM AND CHLORINE. 


-. A, Cutoripe or Capmium.—Formed by fusing the hydrochlorate of 
cadmic oxide. After fusion it presents the appearance of a transparent 
mass, haying a metallic, pearly lustre and lamellated texture; crystallizes 
‘by.sublimation in transparent, micaceous laminz having a similar lustre. 
Fuses at a heat below redness, and volatilizes at a somewhat higher 
temperature.—When exposed to the air, it loses its transparency and 
lustre, and crumbles to a white powder. (Stromeyer.) | é 
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Hparated Chloride of Cadmium or Ht ydrochlorate of Cadmic Oxide,— 
Transparent rectangular prisms which deliquesce readily when heated, 
and are easily soluble in water. (Stromeyer, John.) 


PERCHLORATE OF Capmic OxipE or Capmic PERCHLORATE.— The 
‘solution of the oxide in aqueous perchlorie acid leaves, when evaporated 
in the hot air chamber, a transparent, deliquescent, crystalline mass, 

which is soluble in alcohol. (Serullas, Ann. Chim. Phys. 46, 305.) 


CADMIUM AND FLUORINE. 


Fuori or Capmium.—Deposited from the aqueous solution, on 


evaporation, in white, indistinctly crystalline crusts,-which adhere firmly 
to the sides of the vessel. Sparingly’soluble in pure water, more readily 
in aqueous hydrofluoric acid. (Berzelius, Pogg. 1, 26.) | Me” 


ae Capmium anp Nrrrocen. 


A. Nitride of Cadmium ?—Obtained in the same manner as nitride 
of zinc (p. 33). The solution must always contain an excess of sal- 


CADMIUM AND NITROGEN. 61 


ammoniac. The’ liquid becomes turbid [in the preparation of zinc-nitride — 


it remains clear], because the ammonia, as it is set free at the negative 
pole, precipitates hydrated cadmic oxide, which, however, in the imme- 


diate neighbourhood of the pole, is re-dissolved by the ammonia subse- 


quently liberated. On the negative pole there is soon deposited a spongy, 
dark, lead-grey, non-crystalline mass, which visibly increases, and, after 
being pressed between two plates of glass, has the appearance of a lead- 
grey amalgam: when washed and dried, it has a specific gravity of 4°8. 


Five grains of this substance yield, when heated, from 0°18 to 0°25 cub. 


In. of nitrogen gas free from hydrogen, and leave a yellowish-green 
residue containing globules of metallic cadmium. (Grove, Phil. Mag. J. 
19, 99; also Pogg. 54, 101.) . 


B, Nirrate or Capmic Oxipex, or Capmic NirratE.—Crystallizes 
in combination with water, in prisms and needles united in radiated masses 
(Stromeyer), which deliquesce in the air (Meissner), and dissolve in 
alcohol, but do not impart any peculiar colour to its flame. (Children. ) 


Anhydrous. Stromeyer. ' Crystallized. Stromeyer. 
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C. Ammonzacat Oxipr or Capmtum.—Aqueous ammonia readily 


dissolves cadmic oxide—the oxide first turning white—and deposits it, 
on evaporation, in the form of a gelatinous hydrate. (Stromeyer.)— 
Potash precipitates cadmic oxide from its solution in ammonia, 


D. AmmontacaL HyposutpHate or ©apmic Oxipr.—The solution of 
cadmic hyposulphate in heated ammonia, when left to evaporate spon- 


taneously, deposits the compound in the form of a crystalline meal, mixed, . 


however,—since some amount of decomposition takes place on evapora- 


tion—with hydrate and hyposulphate of cadmic oxide. (Rammelsberg, 


Pogg. 58, 298.) 
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E. AMMONIO-SULPHATE OF Capmic Ox1pE.—100 parts of anhydrous 
cadmic sulphate absorb 48°69 parts (3 At.) of ammonia, with great rise 
of temperature and tumefaction, and are thereby converted into a white 
powder. The compound, when heated to redness, gives off a large quan- 
tity of ammoniacal gas, and yields a trifling sublimate of sulphite of 
ammonia. It dissolves in water, with separation of cadmic oxide, (H. 
Rose, Pogg, 20, 152.) 
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_F, Am™Montio-1op1pE oF Capmium.—a. 8NH°,CdI.—Dry iodide 
of potassium does not absorb an:moniacal gas at ordinary temperatures; 
but when gently heated, it takes up 27°789 per cent. of ammonia, swelling 
up and evolving heat, and crumbling to a fine white powder. The com- 
pound gives up all itsammonia when heated. Water added to the powder 
separates hydrated oxide of cadmium, with which a small portion of 
iodine still remains—and forms a solution containing a small portion of 
cadmium, and giving off ammonia when heated. (Rammelsberg.) 

6. NH*,CdI.—A solution of iodide of potassium in heated ammonia 
deposits very small crystals on cooling, and the mother-liquid, if evapo- 
rated and mixed with ammonia, yields an additional quantity. The 
erystals fuse when heated, giving off ammonia and water—which is not 
essential to their constitution—and leaving iodide of cadmium. They 
are decomposed by water in the same manner as a. (Rammelsberg, 
Pogg. 48, 153.) 
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When a solution of cadmic iodate in aqueous ammonia is left to 
evaporate freely, it yields—besides crystals of iodate of ammonia—crys- 
talline crusts, which probably contain ammoniacal iodate of cadmic oxide, 
(Rammelsberg.) 


G, AMMONIO-BROMIDE oF CapmiumM.—a. 2NH*,CdBr. Dry, pul- 
yerized bromide of cadmium swells up when introduced into ammoniacal 
gas, taking up 2 atoms of ammonia (from 2 to 3: Cyroft.), and crumbling 
toa bulky white powder, The compound gives off all its ammonia when 
cheated; on dissolving it in water, part of the oxide separates out. (Ram- © 
melsberg.)—b. NH*,CdBr. <A concentrated solution of bromide of cad- 
mium saturated with ammonia, yields, on evaporation, small crystals, 
which behave like @ when heated, or when digested in water. (Rammels- 
berg, Pogg. 55, 241.) A solution of bromide of cadmium in warm aqueous 
ammonia deposits the compound in erystalline grains when rapidly cooled, 
and . regular octohedrons by slow cooling. (Croft, Phil. Mag. J. 21, 
356. 


CADMIUM AND POTASSIUM. 63. 
a. Rammelsberg. 
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7 b. Rammelsberg. Croft. 
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H. AmMonto-BRoMATE OF Capmic Ox1pE.—The concentrated solu- 
tion of cadmic bromate, mixed with a quantity of ammonia sufficient to 
re-dissolye the precipitate formed by the first portions, and then eva- 
porated under a receiver containing lime, yields crystals. The mixture 
is decomposed, both when evaporated by heat, and when diluted with 
water,— white flakes of hydrated cadmic oxide, free from bromine, being 
deposited. (Rammelsberg, Pogg. 55, 74.) ey. 


Calculation. 
NE Ms (eh ccs das pui inane tn Cea act i i ag 12°37 
aij ae Bite ibe we tei lane alan AB es RR AO. ashore 30°78 
ES ee he AL a, RBESB LE... 56°95 
BNET AC AO TO"): ois horagesessscbae B15 exces. 00°00 


T, AMMONIO-CHLORIDE oF CapmiumM.—a. 8NH?*,CdCl.—100 parts 
of pulverized dry chloride of cadmium absorb 53°56 parts (about 3 At.) 
of ammonia, the absorption being slow at first, but afterwards rapid, and 
attended with rise of temperature and tumefaction. The compound, when 
exposed to the air, gives off ammonia till it has lost its odour, and is con- 
verted into the following compound :—d. NH?*,CdCl.—Chloride of cad- 
mium treated with aqueous ammonia yields a white powder, which dis- 
solves on the application of heat, and is deposited in the form of a 
crystalline powder on cooling. When heated, it gives off 16°63 per cent. 
(1 At.) of ammonia, mixed, however, with a small portion of sal- 
ammoniac ; consequently, the residue is no longer soluble in water. 
(Croft, Phil. Mag. J. 21, 355.) 


K. Cutoripe or CapmMium anp AmMmonium.— NH?#Cl,CdCl.—A 
concentrated solution of chloride of cadmium and sal-ammoniac in equal 
numbers of atoms yields, at first, silvery needles containing 1 atom of 
water; these, however, gradually disappear, and are replaced by large 
anhydrous rhombohedrons, slightly soluble in alcohol and wood-spirit. 


(Croft. ) 
Pure hydrated Carbonate and Phosphate of Cadmic Oxide dissolve 


readily in sulphate, hydrochlorate, nitrate, and succinate of ammonia. 
(Wittstein, Repert. 57, 32.) 


Capmium AND Potassium. 


A. Sunpuarr or Capmic Oxipe anp Porasn.—Yields crystals 
haying the form of sulphate of magnesia and ammonia. (Mitscherlich.) | 
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B. Iop1pE oF CADMIUM AND Porasstum.—KI,CdI.—N ot crystal-— 
lizable; very easily soluble in water,—slightly soluble in alcohol and 
wood-spirit., (Croft.) 


C. BroMIpE oF CADMIUM AND Porasstum.—KBr,CdBr.—Hydrated 
needles, yery easily soluble in water, slightly soluble in alcohol. (Croft. ) 


D. Cutorrmr or Capmium AnD Porasstum.—KCl,CdCl.—Yields | 
anhydrous and hydrated crystals, analogous to those of chloride of cad- 
mium and ammonium. Dissolves in water less readily than C; slightly 
soluble in alcohol and wood-spirit. (Croft.) , 


CADMIUM AND SODIUM. 


Carbonate of soda does not dissolve cadmic oxide before the blow- 
pipe. 

A. Melted Borax dissolves the oxide, forming a clear glass, which is 
yellowish while hot, becomes almost colourless on cooling, and if mode- 
rately charged with oxide, becomes milk-white by gentle flaming, but if 
more strongly charged, assumes an’ enamel-white appearance on simple 
cooling; if heated on charcoal, it boils continuously in consequence of 
the reduction and volatilization of the cadmium. 


B. Microcosmic Salt dissolves the oxide abundantly, forming a clear 
glass, which, if saturated, becomes milk-white on cooling. (Berzelius.) 


C. CuLtoripE or CapMiUM AND Soprum. — NaCl, CaCl.—Warty 
crystals, containing 3 At. water, soluble in 1:4 parts of water at 16°; 
slightly soluble in alcohol and wood-spirit. (Croft.) 


CaDMIUM AND CALCIUM. 


Hypophosphite of Cadmic oxide and Lime?—By boiling cadmic 
oxalate in excess with hypophosphite of lime and water, and eva- 
porating the filtrate in vacuo, a crystalline mass is obtained, which, when 
heated in a retort, gives off spontaneously inflammable phosphuretted 
hydrogen gas, a character by which it is distinguished from pure cadmic 
hypophosphite. It contains : hypophosphite of lime, 3°74; hypophosphite 
of cadmic oxide, 68°80 ; water, 27°46 (4 At.). (H. Rose, Pogg. 12, 294.) 


CADMIUM AND SILICIUM. 


Hypratep Sinico-FitvoripE oF Capmium.—Long, transparent, and 
colourless prisms, which are very easily soluble in water, and effloresce in 
warm air, forming an opaque, easily disintegrated mass. (Berzelius, Pogg. 
1, 199.) 


CADMIUM AND TUNGSTEN, % 


A. Tunestate or Capmic Oxipe.—a. Monotungstate, —Monotungstate 
of potash or soda added to a cadmic salt, throws down a white powder, 
which gives off its water when heated, assuming a reddish or yellowish 


ay 


CADMIUM AND ARSENIC. me: 


colour, and afterwards, when heated to redness, becomes bluish-black, 
and bakes together into a hard mass. It dissolves in phosphoric acid, 
oxalic acid, and ammonia, but not in water.—b. Bitungstate. By preci- 
pitating with an alkaline bitungstate. The white pulverulent precipitate 
is anhydrous; when ignited, it turns grey and bakes together. Soluble 
in phosphoric, oxalic, acetic acid, and ammonia, but not in water. (Anthon, 
J. pr. Chem. 9, 341.) | 
. a. Ignited. Anthon. 
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B. SuLPHOTUNGSTATE oF Capmium.—CdS,WS’.—On mixing the 
solution of a cadmic salt with sulphotungstate of potassium, this com- 


pound is immediately precipitated in the form of a lemon-yellow powder. 
(Berzelius. ) 


CADMIUM AND MoLyBDENUM. 


A. Motyspate or Capmic OxtpE.—Molybdate of ammonia gives, 
with sulphate of cadmic oxide, a greyish white precipitate which turns 
brown when gently ignited. (Brandes.) | 


B, SuLPHOMoLYBDATE oF CapMiuM.-—By precipitating a cadmic salt 
with sulphomolybdate of potassium. Dark-brown precipitate, insoluble 
in water. (Berzelius.) 


C. PERSULPHOMOLYBDATE OF CapMiIuM.—By precipitating with per- 
sulphomolybdate of potassium. Red precipitate. (Berzelius, Pogg. 7, 
286.) 


CADMIUM AND VANADIUM. 


VANADIATE oF Capmic OxipE.—a. Monovanadiate.—On mixing 
concentrated solutions of an alkaline monovanadiate and a cadmic salt, 
a portion is immediately precipitated in the form of a yellow substance 
which gradually turns white; the greater part of the salt is subsequently 
deposited as a white crystalline crust.—b. Bivanadiate.—Soluble in water. 
(Berzelius.) 


Permanganate of Potash does not precipitate hydrochlorate of cadmic oxide. 


CADMIUM AND ARSENIC. 


A. SuLPHARSENITE oF Capmium.—By precipitating a cadmic salt 
with a saturated solution of sulpharsenious acid in hydrosulphate of 
ammonia. The pale yellow precipitate—orange-yellow when dry— 
becomes semi-fluid when heated, and is converted, by loss of orpiment, 

VOL. Y. ¥ 


66. 


& ye by ; 5 : 
into a swollen, metal-grey compound of sulphide of cadmium with a — 
small quantity of orpiment, which forms a deep-yellow powder. (Ber- — 
zelius, Pogg. 7, 146.) 


 B, Surparsenrate or Capmium.— Aqueous sulpharseniate of sodiam 
gives a light yellow precipitate with cadmic salts. (Berzelius, Pogg. 7, 88.) 
_Capmium anp ANTIMONY. 


SULPHANTIMONIATE OF Capmium.—The solution of Schlippe’s salt 
gives a light orange-yellow precipitate with cadmic salts, if the former be 
in excess; but if the cadmic salt is in excess, the precipitate is darker in 
colour and becomes red-brown after remaining for some time immersed in 
the liquid. (Rammelsberg, Pogg. 52, 236.) 


CADMIUM AND TELLURIUM. 
SuLPHOTELLURITE or Capmium.—Analogous to the cerium-compound 


(IV. 425). 
OrnER Compounds oF CADMIUM. 
With Copper, Mercury, and Platinum. 


CHAPTER XXX. 
‘br Poe 


Proust. J. Phys. 51, 173; also Scher. J. 8, 481.—d. Phys. 61, 338; also ~ 
NV. Gehl. 1, 249; also Gulb. 25, 440. 

Berzelius. Schw. 6, 284.—Further: Ann. Chim. Phys. 5, 141; also 
WV. Tr. 2, 2, 859, | 7 

J. Davy. Schw. 10, 327. 

Gay-Lussac. Ann. Chim. Phys. 1, 40. 


Synonymes: Ltain, Zinn, Stannum, Jupiter. 


History. Tin was known in the metallic state.as early as the time 
of Moses; it was imported by the Pheenicians from Spain and England. 
Bichloride of tin was discovered in the sixteenth century by Libavius. — 
The preparation of Mosaic gold was taught by Kunkel. The ehief con- 
tributions to our knowledge of the compounds of tin have been made by | 
Pelletier, Proust, J. Davy, and Berzelius. : 


_ Sources. Most frequently, as binoxide, in Tin-stone; rarely with 
sulphur and copper, in Tin-pyrites. In very small quantities, as binoxide, 
in the Seidschutz water, and in many meteoric stones (Berzelius); in 
Manganesian Epidote and native peroxide of manganese (Braunstein) 
from Piedmont, and in all Scandinavian Epidotes. (Sobrero.) | 
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Preparation on the large scale. Tin-stone is broken up—roasted tu 
drive off the sulphur and arsenic of the ores that are mixed with it, and 
convert the other metals into light oxides easily separated from the 
heavier tin-stone by washing—and then fused in contact with charcoal, 
either in smelting furnaces or in reverberatory furnaces, sometimes with 
the addition of a caleareous flux.—Purijication on the large scale.—1. By 


gentle heating, whereby the purer tin fuses and runs off, while the more 


refractory alloys of tin and the foreign metals remain unmelted.—2. B 

fusion, with imperfect access of air, whereby the foreign metals, together 
with a portion of the tin, are oxidized first.--The purest varieties of tin 
are Malacca and Banca tin and Hnglish Grain-tin,; then follows Common 
English Grain-tin; then English Block-tin and Saxon and Bohemian 
Mine-tin (Bergzinn) ; then Tin-refuse and Tin-scum (Abgangs-und 
Abstrich-zinn). The impurities consist of arsenic, antimony, bismuth, 
zinc, lead, iron and copper; they remain for the most part in the form 
of a black powder, on dissolving the tin in hydrochloric acid. The 
greater part of the arsenic is, however, evolved inthe form of arseniuretted 
hydrogen gas, and may be detected by Marsh’s process. Sturemberg 
(Ann. Pharm. 29, 216) found arsenic in all commercial tin, and likewise 


in tin-foil and tin-plate; a sample of Banca tin and likewise of English 
grain-tin were, however, found to be free from arsenic. Chevallier ’ 


(J. Chim. Méd. 16, 250) likewise obtained arseniuretted hydrogen gas on 
dissolving Banca tin which was said to be free from arsenic and did not 
deposit any black powder when dissolved.—Purification on the small 
scale-—This is effected by oxidizing tin-filings with excess of nitric acid, 
washing the resulting binoxide with hydrochloric acid and water, and 
reducing it in a closed charcoal crucible at a low white heat. If pure 
water be used in the washing, the stannic oxide retains oxide of copper. 


Properties. Crystalline system the square prismatic. When a feeble 
current from a Daniell’s battery (I. 421) is passed through aqueous 
hydrochlorate of stannous oxide, the positive pole being formed of a 
plate of tin, the negative polar wire becomes covered, in the course of 
- four days, with perfect crystals belonging to the square prismatic Phish 


Fig. 89, without the p-face, but having the four a-faces and likewise ~ 


eight acumination-faces resting upon e and a. Macle-crystals are of 
frequent occurrence. (Miller, Phil. Mag. J. 22, 263.) Mather (Sill. Ann. 
J. 27, 254) likewise obtained right-angled four-sided erystals of metallic 
tin, upon a piece of the metal immersed in a solution of the proto- 
chloride. Brooke obtained eight-sided needles by slowly cooling melted 
tin, and pouring off the portion which remained liquid. Pajot, on the 
other hand (J. Phys. 88, 52), obtained rhombic tables by this process; 


and Breithaupt (Schw. 52, 171) saw tin from a Cornwall tin-furnace 


‘erystallized in short, regular, six-sided prisms. These crystals were 
regarded by Miller as CuSn?. Frankenheim (Pogg. 40, 456) concludes, 
from the angles of the dendrites in the tin-tree, that the crystals belong 


to the regular system.—Specific gravity of tin-crystals =7°178, and after ~ 


fusion and solidification, 7°298 (Miller); of tin solidified from fusion, 


7291 (Brisson), 7:2911 (Kupffer), 7:2905 (Karsten); of rolled tin, 7+299 


(Brisson). Softer than gold, harder than lead; fracture indented. 
Decrepitates when bent. This crackling of tin (Geshret des Zimns) is 
produced by the displacement of the crystals of which it is made up. 
Tin cannot be drawn out into fine wire, but may be beaten out into thin 
plates (Zin-foil). Bluish-white, with a strong lustre. paatioh 222°5° 
| F 
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(G. A. Erman), at 288° (Crichton), at 230° (Kupffer), at 267° (M orveau), 


and contracts slightly in cooling (Marx). Boils at a white heat. The 


disagreeable odour ascribed to tin does not properly belong to the metal 
itself, but is solely due to its action on animal substances, the fingers for 
example, with which it comes in contact.—Nitric acid of moderate 
strength attacks tin with violence, but without dissolving it, and converts 
it into a white powder. Tin may also be easily distinguished from other 
metals by its behaviour with a solution of gold containing excess of 
hydrochloric acid; a bright surface of tin immersed in such a solution, 1s 
blackened without evolution of gas; zinc turns black and liberates gas; 
lead does not blacken. (Friedemann, Repert. 77, 224.) 


Compounds of Tin. : \ he 
Tin AND OXYGEN. f 
A. Stannous Oxipe. SnO. 
Protoxide of Tin, Zinnoxydul, Oxyde Stanneux, 
Formation. Tin slowly decomposes water mixed with hydrochloric 


acid, sulphuric acid, or potash, and dissolves in these substances in the 
form of stannous oxide. The hydrogen which is evolved contains arsenic, 


if that metal is present in the tin. The aqueous solutions of sal-ammoniac, 


common salt, bisulphate of potash, alum, cream of tartar and borax-tartar 


likewise dissolve small quantities of tin when heated, and form solutions, 


of stannous oxide; tin is also dissolved, though in very small quantity, 
by the aqueous solutions of nitrate of soda, monotartrate of potash, and 
Rochelle salt. Solutions of carbonate of potash, sulphate of soda, 
chloride of barium or calcium, sulphate of magnesia, and tartrate of potash 
and ammonia do not retain tin in solution, but in contact with air produce 
a deposition of stannic oxide. Nitre, borax, and diphosphate of soda 
have no action upon tin. (Lindes, Berl. Jahrb. 32, 2, 99; Cludius, J. pr. 
Chem. 9, 161.) 


Preparation. ‘1. Stannous oxide is precipitated in the form of hydrate 
from its solution in hydrochloric acid by the addition of carbonate of 
potash in excess—the hydrate quickly washed with thoroughly boiled 


water, and as much as possible out of contact of air—then dried at a 
temperature not exceeding 80°—and lastly freed from water by heating ; 


it in a retort completely filled with it, and having the air replaced by 
hydrogen or carbonic acid gas. (Berzelius.)—2. Hydrochlorate of stan- 
nous oxide is treated with excess of ammonia, and the precipitated 
hydrate of stannous oxide boiled quickly for awhile to convert it into 
the anhydrous oxide, which is then quickly washed and dried. (Gay- 
Lussac.)—8. Aqueous hydrochloric acid is saturated with tin; the solu- 
tion evaporated in contact with a piece of metallic tin, till a residue of 
fused protochloride of tin is left; the metal then taken out; 1 At. of the 
chloride of tin (94:4 parts) mixed in a mortar with 1 At. (143°2 parts) 
or more of crystallized carbonate of soda; the fluid mixture heated in a 


basin—with constant stirring—till it has become black through and ~ 


through; the chloride of sodium, after cooling, extracted with boiling 
water; the stannous oxide washed with boiling water on the filter, and 
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lastly dried at a gentle heat. (Sandall, Phil. Mag. J. 12, 216; also J. 
pr. Chem. 14, 254.) This is a very advantageous mode of preparation. 
(Bottger, Ann. Pharm. 29, 87.) 


Properties. Black powder, of specific gravity 6°666; brown-greenish- 
grey when pounded. (Berzelius.) Olive-green. (Gay-Lussac.) Bluish- 
black or slate-grey. (Sandall.) When hydrate of stannous oxide is boiled. 
with a quantity of potash not sufficient to dissolve it, the undissolved 
portion is converted into small, hard, shining, black crystals of anhydrous 
stannic oxide, which, when heated to 200°, decrepitate, swell up, and 
fall to pieces, and are converted into the olive-green protoxide like that 
obtained by Gay-Lussac. On evaporating a very dilute solution of sal- 
ammoniac in which hydrated protoxide of tin is diffused, that compound 
is converted, as soon as the sal-ammoniac crystallizes, into the anhydrous 
protoxide, having the form of a cinnabar-coloured powder, which, by 
friction with a hard body, is immediately converted into the greenish- 
brown binoxide. There are therefore three modifications of stannous oxide: 
crystallized, olive-green, and red. (Fremy, Compt. rend. 15, 1107; also 
N. J. Pharm. 8, 28.)—T Roth (Ann. Pharm. 60, 214) obtains the red 
modification by thoroughly washing the white hydrate of stannous oxide 
and digesting it at a temperature of 56° with a solution of that oxide in 
acetic acid, the acid being slightly in excess and the solution having a 
specific gravity of 1:06. The stannous oxide is then converted into heavy, 
hard, crystalline grains which yield a greenish-brown powder by tritura- 
tion; they take fire when heated, and soon blacken by exposure to sun- 
shine. With chemical re-agents, they behave like stannous oxide, UT 


Berzelius. J. Davy. Gay-Lussac. Proust. 


| ee BOp oe 68-06) ORLOIR | BROT) AF) ee" Oei autem 
ae eae if -o4 2 Moe) [978 ts: | Web) nl} BOS eae 


SiGe... .67 «. 100°:00........ 100-000 ... 10000. .,.. 100-000... 100, 
(SnO = 735°29 + 100 = 835°29. Berzelius.) 


Decompositions. Reduced to the metallic state, by charcoal at a strong 
red heat; by potassium at a moderate heat, and with combustion. By 
sulphur it is converted into sulphide of tin, with evolution of sulphurous 
acid; and by boiling with a small quantity of potash-ley, into metallic 
tin and stannic acid, the latter dissolving in the potash. 


Combinations. a. With Water.—Hypratse or StTannous OXIDE. 
When a solution of protochloride of tin is mixed with excess of carbonate 
of potash, or with excess of ammonia, the hydrated protoxide is pre- 
cipitated in the form of a brilliant white powder, containing, acccrding to 
Proust, 5 per cent. of water, which, according to Berzelius, it gives up 
when gently heated, or even when boiled with water.— According to 
Schaffner, the precipitate formed by ammonia is not the hydrate, but a 
basic salt. The composition of the hydrate is 25n0,HO. 4 


6. With Acids, forming the Sauts or Srannovus OxipE or STANNOUS 
Sauts.—Protosalts of Tin.—These salts are obtained by dissolving 
metallic tin, the protoxide, or its hydrate—which is more easily soluble 
_—in acids. Most of them are either colourless or yellowish, redden 
litmus, and have a very disagreeable metallic taste. They rapidly 
abstract oxygen from the air and other oxygen compounds, and are 
thereby converted into stannic salts; hence they give a purple or brown 


= 
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precipitate with chloride of gold, &c. [For a more detailed description of 


this, vid. Protochloride of Tin.| Those which contain a volatile acid, 


give it off at a red heat, and, if the air has access to them, are converted 
into stannic oxide. With carbonate of soda upon charcoal in the inner 


blowpipe-flame, they yield globules of metallic tin.--Zinc and cadmium 


immersed in the aqueous solutions of these salts precipitate the tin im an 
arborescent form: the Z'in-tree, Arbor Jovis. Acetate of stannous oxide, 
however, is not reduced by tin or cadmium. Iron reduces the tin from 
the hydrochlorate and acetate, provided the iron is made to dip into 
water in which is likewise immersed a bladder containing the tin-solution, 
so that the latter may mix very slowly with the water by endosmose. 
Iron does not precipitate tin from the protochloride at a boiling heat. 
Lead, when first immersed, reduces a small quantity of tin in brilliant 
needles, but the action soon ceases. (Fischer, Pogg. 9, 263; 10, 603.) 
Hydrosulphuric acid gas and hydrosulphate of ammonia precipitate dark- 
brown hydrated protosulphide of tin. This precipitate dissolves in a 
large excess of hydrosulphate of ammonia—provided that compound 
likewise contains hydrosulphite of ammonia—and is precipitated from 
the solution by acids in the form of: yellow bisulphide of tin. (H. Rose.) 
—Hydrosulphuric acid gives no precipitate in a solution containing less 
than 1 part of tin in 120,000 parts of water. (Pfaff.)—-A solution of 
1 part of crystallized hydrochlorate of stannous oxide in 100 parts of 
water, mixed with 15 parts of hydrochloric acid of specific gravity 17168, 
is immediately precipitated by hydrosulphuric acid; with 25 parts of 
hydrochloric acid, not till after some time; with 40 parts of hydrochloric 
acid, not at all, but immediately on adding more water. (Reinsch. J. pr. 
Chem. 13, 1382.)—-Iodide of potassium gives a yellowish-white curdy 
precipitate, which, if the tin and iodine are in proper proportion and the 
solution duly concentrated, is soon converted into protiodide of tin. 
Ammonia, carbonate of ammonia, and carbonate of potash throw down 
the white hydrate of stannous oxide, insoluble in excess of these pre- 
cipitants._-An excess of potash, on the contrary, re-dissolves the pre- 
cipitated hydrate, forming a solution, which deposits metallic tin in the 
form of a black powder, slowly in the cold, rapidly when heated, stannate 
of potash being formed and remaining in solution.—-Phosphate of soda 
throws down white phosphate of stannous oxide.—Oxalic acid throws 
down white oxalate of stannous oxide.—Croconate of potash gives an 
orange-yellow precipitate with stannous salts.—Succinic acid and the - 
alkaline benzoates, according to Pfaff, give white precipitates to the 
ten-thousandth degree of dilution.—Tincture of galls produces, in solu- 
tions not containing a very great excess of acid, an abundance of light- 
yellow flakes.—Ferrocyanide and ferricyanide of potassium produce 
white precipitates soluble in hydrochloric acid.—Stannous salts which 
are insoluble in water, dissolve in hydrochloric acid—provided they have 
not been ignited—but not in sal-ammoniac. 7 
c. With Potash and Soda, 


Oxides of Tin, intermediate between Stannous and Stannic Oxide. 


a. Sesquiovide. Sn’O*—1. Aqueous hydrochlorate of stannous oxide, — 
somewhat in excess, is boiled with freshly precipitated hydrate of ferric 
oxide or hydrate of manganic oxide, and the precipitated sesquioxide of 
tin thoroughly washed. (Fuchs, Kastn. Arch. 23, 368.)—— 


Fe?0? + 28nCl = §n°0?+ 2FeCl, 
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_ The precipitate is frequently mixed with hydrated ferric oxide. (Berzelius.) 
The hydrated ferric oxide, even when recently precipitated, acts much 
less quickly,in the cold than at a boiling heat; the dried hydrate requires 
continued boiling; finely pounded specular iron acts but very imper- 
fectly at a boiling heat. Even when the hydrochlorate of stannous oxide 
contains no free acid, a small quantity of iron is dissolved at the begin- 
ning of the action, before the precipitation of the sesquioxide of tin takes 
place. If the hydrated ferric oxide be briskly boiled with excess of 
stannous hydrochlorate, the precipitate which forms at first is re-dissolved 
after a while, but appears again on the addition of water; under these 
circumstances, however, the sesquioxide of tin is contaminated with 
bibasic hydrochlorate of stannous oxide.—-Pulverized Pyrolusite acts but 
very slowly, even on boiling; but if the liquid be boiled down nearly to 
dryness,—whereupon a large quantity of hydrochloric acid is evolved, but 
no chlorine—and the residue dissolved in water, sesquioxide of tin sepa- 
rates from the solution, mixed with pyrolusite. (Fuchs.)—2. Hydro- 
chlorate of stannous oxide is mixed with hydrochlorate of ferric oxide, 
and as soon as the yellow-colour of the mixture has changed to greenish, 
the hydrated oxide is precipitated from it by adding carbonate of lime in 
excess, and applying a gentle heat. (Fuchs, J. pr. Chem. 5, 318.)— 
3. A solution of hydrochlorate of stannous oxide, saturated as far as 
possible with ammonia, is mixed in excess with the dark red solution of 
basic hydrochlorate of ferric oxide,—obtained by saturating aqueous 
hydrochlorate of ferric oxide with recently precipitated hydrate of ferric 
oxide, or by mixing the aqueous solution of the hydrochlorate of ferric 
oxide with as much ammonia as can be added to it without producing a 
permanent precipitate—and the mixture heated to 60° in a vessel com- 
pletely filled with it. The liquid, which is dark brown at first, gradually 
loses its colour, and the hydrated sesquioxide of tin is precipitated free 
from iron. (Berzelius, Pogg. 28, 443.)—White, with a tinge of yellow. 
(Fuchs.) The precipitate, which is gummy and difficult to wash, dries 
up to a mass of yellow, translucent granules. The hydrate turns black 
when ignited out of contact of air. It dissolves completely in ammonia, 
and is therefore not a mere mixture of stannic and stannous oxides, inas- 
much as the latter is insoluble in ammonia. (Berzelius.)—[ Probably, 
however, it is a salt—SnO,SnO*, containing the soluble modification of 
stannic acid. | | 

6. Anomalous Stannate of Stannous Oxide.—When hydrated stannic 
oxide, obtained by treating tin with nitric acid, is digested in cold 
aqueous hydrochlorate of stannous oxide, it abstracts the whole of the 
stannous oxide, and is converted into an orange-yellow compound of 
anomalous stannic acid with stannous oxide. (Fremy, WV. J. Pharm. 1, 
344.) According to Fremy’s statement, the composition of this substance 
is probably SnO,38n0’. 


B. Srannic Oxipe. Srannic Acip, Sn0O*, 


Binowide of Tin, Peroxide of Tin, Zinnoxyd, Zinnsdure, Deutoxyde 
d’Etain, Oxyde stannique, Acide stannique.—Found native in the form of 
Tin-stone and .Wood-twn. hae 

Formation. ‘Tin, when heated in the air to its boiling point, burns 
with a bright white flame, and is converted into stannic oxide: Flowers 
of Tin, Zinnblumen, Flores Stanni's. Jovis. When fused in the air, it 
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becomes covered with a grey film, and is converted into a grey mixture 
of metallic tin and stannic oxide—Z%in-ash—which, by longer ignition, is 
converted into pure stannic oxide.—Tin immersed in water containing 
sta part of potash, becomes dull, and imparts a small quantity of stannic 
oxide to the liquid. (A. Vogel, J. pr. Chem. 14, 107.)-——2. Stannic oxide 
is formed in the decomposition of aqueous vapour by red-hot tin. (Gay-. 
Lussac, Regnault.)--3. By nitric acid tin is converted rapidly, and with 
violent evolution of heat, into hydrated stannic acid, nitrate of ammonia 
being at the same time produced. Proust states that the oxidation 
of melted tin by fuming nitric acid produces explosion.—4. With heated 
oil-of vitriol tin produces sulphurous acid and stannic sulphate.—-5. The 
deflagration of tin with nitre produces stannate of potash.—6. When tin 
is heated with mercuric oxide, stannic oxide and metallic mercury are 
formed.—7. Stannous oxide remains unaltered in dry air at ordinary 
temperatures; in damp air, it is converted, in the course of a year, into 
stannic oxide. (Proust.) When heated in the air, or when merely 
touched by a spark from the flint and_ steel, it burns like tinder, with 
great rapidity, and produces a small quantity of white smoke. Hydrated 
stannous oxide likewise burns in the flame of a candle, but less rapidly. 
(Berzelius.)—Hydrated stannous oxide placed in contact with carbonate 
of copper under water, liberates carbonic acid and forms a mixture of 
stannic oxide and crystalline laminz of copper. (Proust.) 


Preparation. 1. By rapid or slow combustion of tin.—2. By preci- 
pitating the hydrate from hydrochlorate of stannic oxide by means of 
ammonia or carbonate of potash, and then washing and igniting.— 
3. By oxidating tin with nitric acid and igniting the hydrate after wash- 


_ Ing.—4. By heating 1 part of tin-filings in a retort with 4 parts of mer- 


curic oxide. (Berzelius.) 


Properties. 'Tin-stone belongs to the square prismatic system; Fig. 
21, 29, 80, and other forms. ¢:e’—188° 36’ 18"; e:e = 67° 42' 32”, 
Cleavage parallel to ¢. (Hauy.)—Specific gravity 6°639 (Herapath), 
6°96. (Mohs.) Harder than felspar; transparent, brownish-yellow. Often 
coloured black by ferric and manganic oxide.—The oxide prepared by 
method (1) is white; all the other artificial varieties are straw-yellow 
powders which redden litmus, and, when heated, acquire a transient 
orange-yellow and brown tint. Specific gravity of the artificial oxide—_ 
6°90 (Boullay); of that prepared by (3), 6°64.(Berzelius). Stannic oxide 
in all its forms is very refractory, and not volatile. 
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SnO? = 735°29 + 2 . 100 = 935°29. (Berzelius.) 


Decompositions. By potassium and sodium with the aid of gentle 
heat, stannic oxide is reduced to the metallic state, the reduction being 
attended with incandescence.—lIt is also reduced to the metallic state by — 
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charcoal at a strong red heat (also before the blowpipe on charcoal, if 
carbonate of soda be added and the flame strongly urged); likewise by 
carbonic oxide gas (Despretz, Ann. Chim. Phys. 48, 222; Leplay & 
Laurent, Ann. Chim. Phys. 65, 404; Gmelin); also by a mixture of equal 
volumes of carbonic oxide and carbonic acid gases (Leplay & Laurent); 
—by the oxy-hydrogen blowpipe (Clark, Pfaff), and by a current of 
hydrogen gas at the temperature at which tin decomposes water 
(Despretz);—easily at a low red heat by cyanide of potassium, which is 
thereby converted into cyanate of potash. (Liebig.)—By sulphur it is 
converted into bisulphide of tin, with evolution of sulphurous acid. 


Combinations. Stannic acid exists—as discovered by Berzelius—in 
two isomeric states, and, accordingly, forms two series of compounds with 
water, acids, and bases. The hydrate obtained by the action of nitric 
acid upon tin contains the acid aSnO*, which combines with the smaller 
quantity of base, and is, therefore, analogous to metaphosphoric acid :— 
6. The hydrate obtained by precipitating bichloride of tin with an alka- 
line carbonate contains the acid 6SnO?, which saturates three times as 
much base as the former, and is, therefore, analogous to ordinary phos- 
phoric acid.—Berzelius calls the former of these modifications, Oxydum 
stannicum, and the latter Oxydum parastannicum; Fremy distinguishes 
the former as Acide stannique, and the latter as Acide metastannique. It 
would, however, be better to reverse these denominations, so as to make 
them agree with those of the modifications of phosphoric acid.*—For the 
present, the acid obtained by the action of nitric acid upon the metal 
may be distinguished by the epithet Anomalous.—{ H. Rose is of opinion 
that there exist other modifications of stannic oxide besides those distin- 
guished by Berzelius: in particular, he mentions 7in-stone, and the ignited 
oxide, with which the product obtained by heating stannic oxide to red- 
ness with alkaline carbonates, is probably identical. Rose is moreover 
inclined to regard the difference between the oxides a and 6 as due, not 
to any difference of saturating power which they may possess as acids, 
but to some other cause. (Pogg. 75,1.) 4 

a. With Water. — a. Anomalous Hydrate of Stannic Acid.— 
Formed by completely oxidizing tin with moderately strong nitric acid, 
and washing the resulting white powder with water, till the liquid which 
runs through no longer reddens litmus-paper.—It is a white powder, 
which has a density of 4:933, and reddens litmus, even when thoroughly 
washed, although when ignited, it gives off nothing but pure water, 
without any nitric acid or nitrogen gas. (Berzelius.)—The hydrate dries 
up at 55°, in the form of colourless, translucent, friable lumps, having a 
conchoidal fracture. When dried at ordinary temperatures, it is white 
and opaque, with a silky lustre, and contains twice as much water as 
when dried at the higher temperature. (Thomson, Ann. Phil. 10, 149.) 


Thomson. 
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~ According to Fremy (NV. Ann. Chim. Phys. 23, 393), the anomalous 


hydrate of stannic acid [hydrate of metastannic acid] dried at ordinary 
temperatures in air free from moisture, consists of Sn°O"+10HO; when 


* In Fremy’s later memoirs (e.g. N. Ann. Chim. Phys. 23, 393) this change is - 


actually made, 
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dried in vacuo, it contains Sn°O"+5HO; when kept for several hours at — 
130°, it is reduced to Sn°O+4HO; and at 160° it gives off another 
atom of water and becomes Sn°O"+3HO. The most permanent-of these 
hydrates is that which contains 5HO. [The composition per cent. of | 
this hydrate is the same as that of the ordinary hydrate of stannic acid. 
dried in vacuo, SnO*,HO.| (Comp. Schaffner, Ann. Pharm. 56, 174.)— 
On dissolving any of the above-mentioned hydrates in caustic potash, 
and precipitating by an acid, a precipitate of stannic acid (metastannic 
acid) is obtained, insoluble in nitric acid, but soluble in ammonia. J 

8. Ordinary Hydrate of Stannic Acid. 1. By precipitating hydro- 
chlorate of stannic oxide with carbonate of lime, not in excess. The 
washed precipitate reddens litmus. (Fremy, VV. J. Pharm. 1, 342; also 
Pogg. 55, 519). If carbonate of potash is used as the precipitant instead — 
of carbonate of lime, the precipitate obtained consists of stannate of 
potash, which, under these circumstances, is insoluble in water. (Fremy.) 
—2. By precipitating with a caustic alkali and washing thoroughly. — 
The gelatinous precipitate resembles pieces of glass when dry; it red- 
dens moistened litmus-paper, and is slightly soluble in water. (Berzelius.) 
—The ordinary hydrate of stannic acid contains more water than the 
anomalous hydrate, and, when boiled in water, or dried for some time in 
vacuo over oil of vitriol at ordinary temperatures, gives off water, and 
is converted into the anomalous hydrate. (Graham, dnn. Pharm. 18, 
146.) According to Fremy, also, this hydrate contains more water than 
the anomalous hydrate, and is converted into the latter by drying at a 
strong heat. [Fremy’s later results have already been given, wid, sup.| 


6. With Acids, forming the Satts or Stannic Oxrpe, or STANNIC © 
SauLts.—The native oxide, and likewise the artificial oxide after ignition, - 
are quite incapable of combining with acids. By ignition with excess 
of caustic or carbonated potash or soda, the oxide is rendered soluble in 
acids. : 

a. Anomalous Stannic Salts.—The anomalous hydrate of stannic acid 
does not dissolve in acids, but takes up some of them, e. g. sulphuric and 
hydrochloric acid, in small quantity. When the compound thus formed 
with sulphuric acid is digested in water, after the excess of acid has been 
removed by decantation, it gives up to the water the acid which it has 
taken up; the hydrochloric acid compound dissolves in water, but is pre- 
cipitated from the solution by acids. (Berzelius.) [vid. Anomalous Hy- 
drochlorate of Stannie Oxide.|— The solutions obtained in the manner 
just described are decomposed by boiling, the stannic oxide being com- 
pletely precipitated, and the more quickly in proportion as the quantity 

of free acid in the solution is less.—Caustic potash or soda added to the 
solution throws down a white precipitate of the hydrated oxide, soluble 
in a moderate excess of the re-agent, but re-precipitated on the addition 
of a larger quantity. The precipitate thus formed disappears on the 
addition of water; according to Weber, it contains, when dried at 100°, 
KO,Sn’0"+3HO.—Ammonia gives a white precipitate insoluble in 
excess; the addition of tartaric acid does not prevent the precipitation. 
—Carbonate of potash also gives a white precipitate, insoluble in excess. 
—A solution of aSnO*, in the smallest possible quantity of hydrochloric . 
acid, gives no precipitate with phosphoric acid, but a copious white pre- 
cipitate, in the course of 12 hours, with arsenic acid.—Nitrate of silver 
gives a white precipitate, from which ammonia dissolves out chloride of — 
silver and leaves a residue of stannic oxide.—Tincture of galls gives, 5 
; e 
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after a few hours, a whitish-yellow precipitate.—Sulphuric acid, added 
toa solution of aSnO? in hydrochlorie acid—even. if the hydrochloric 
acid is in considerable excess—produces a copious precipitate, consisting 
of stannic oxide and sulphuric acid, the latter of which may be extracted 
by water. The precipitate, if heated with hydrochlorate or nitric acid, 
dissolves on the addition of water. The solution, when left to itself for 
a while, deposits a copious precipitate. I 
B. Ordinary Stannic Salts. These salts are obtained : 1. By exposing 
stannous salts to the air, or treating them with chlorine, or heating them 
with nitric acid, care being taken not to use too much. Since | atom of 
stannous oxide requires but 1 atom of acid to form a normal salt, 
whereas 1 atom of stannic oxide requires 2 atoms of acid (II. 6), it follows 
that if a normal stannous salt is to be converted into a normal stannic 
salt by the action of the air or of nitric acid, it must first be mixed with 
a quantity of acid equal to that which it already contains; in default of 
the requisite quantity of acid, a precipitate is formed during the oxidation, 
consisting either of hydrated stannic oxide or of a basic salt.—2. By 
dissolving the ordinary hydrate of stannic oxide in acids.—3. When any 
specimen of stannic oxide, natural or artificial—previously. ignited with 
potash, and thereby rendered soluble—is treated with acids [a potash- 
salt is, however, formed at the same time |.—Stannic salts are colourless 
or yellowish. Those which are soluble in water redden litmus strongly, 
and have a sour, metallic, and styptic taste. Those which contain a 
volatile acid readily give it off when ignited. Before the blowpipe they 
behaye like stannous salts. When boiled with nitric acid, they deposit 
the anomalous hydrate of stannic oxide, or a salt of that base. According 
to H. Rose, the same result is produced on boiling a solution largely 
diluted with water.—Zinc and cadmium immersed in solutions of stannic 
salts, precipitate the tin in the dendritic form. Iron precipitates the 
tin only under the circumstances mentioned under the head of stannous 
salts; lead ceases to act as soon as it becomes covered with a coating of 
metallic tin. (Fischer.)—Hydrosulphuric acid throws down from these 
solutions, even when they contain excess of acid, a yellow precipitate of 
hydrated bisulphide of tin: the precipitate is formed immediately on 
boiling ; but at ordinary temperatures, and in dilute solutions, it takes 
- some time to form. The same precipitate is formed by hydrosulphate of 
ammonia, It is soluble in hydrosulphate of ammonia, caustic ammonia, 
caustic potash, and carbonate of potash ; the solution in caustic potash or 
carbonate of potash deposits hydrated stannic oxide after a while. 
(H. Rose.) —Ammonia throws down a white bulky hydrate, which dissolves, 
with some turbidity, in a very large excess of ammonia; the solution 
becomes clear after standing for some time, but subsequently deposits a 
copious precipitate. (Rose.) The precipitate dissolves readily if the 
solution of the tin-salt is dilute—imperfectly, if it is concentrated. (Gm.) 
Tartaric acid prevents the precipitation by ammonia. (H. Rose.) —Potash 
throws down a white bulky hydrate [containing potash ?|, easily soluble 
in a slight excess of the alkaliimMonocarbonate of potash precipitates 
the hydrate [stannate of potash, according to Fremy| with some degree 
of effervescence; the precipitate dissolves in excess of the re-agent, but 
separates again completely after standing for a while. The hydrate pre- 
cipitated by sesquicarbonate of ammonia and bicarbonate of potash does 
not dissolve in excess of those re-agents. (H. Rose.)—Carbonate of baryta, 
‘strontia, lime, and magnesia precipitate the salts of stannic oxide, even 
in the cold (Demargay) ; the hydrate thereby precipitated is free from 
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alkali. (Fremy.) Phosphate of soda throws down white phosphate of — 


stannic oxide. |. When phosphoric acid (aPO°) is mixed with hydro- 
chlorate of stannic oxide, the mixture solidifies, in the course of a few 
days, to a colourless jelly : arsenious acid gives, after a while, a some- 
what copious precipitate. 7.—Tincture of galls shows no action at first, 
but the mixture, after a while, solidifies in a gelatinous mass. (H. Rose.) 
Succinate of ammonia precipitates stannic salts completely. (Gahn & 
Berzelius.)—Ferrocyanide of potassium produces a white turbidity after 
some time; subsequently the mixture solidifies to a stiff jelly, insoluble 
in hydrochloric acid : the greater the degree of dilution, the more slowly 
does the solidification take place. (H. Rose.) When hydrochlorate of 
stannic oxide is boiled with acetate of soda or formiate of potash, a pre- 
cipitate is formed, which re-dissolves on cooling, or when washed with 
cold water. (Liebig.)—Phosphuretted hydrogen gas gives no precipitate 
with hydrochlorate of stannic oxide, but colours it yellow. (H. Rose.) 
Iodide of potassium, chloride of gold, oxalic acid, sulphuric, nitric, hydro- 
chloric, and arsenic acid, and ferrocyanide of potassium, give no precl- 
cipitate. 4]. If the solution be very largely diluted with water, sulphuric 
acid produces a slight precipitate, which, however, is soluble in hydro- 
chloric acid. Nitrate of silver in excess gives a precipitate perfectly 


soluble in ammonia. %.—Those stannic salts which are insoluble in water, | 


dissolye—provided they have not been ignited—in hydrochloric acid, but 
not in sal-ammoniac. 


ce. With Salifiable Bases, forming salts called STrANNATES. 
a. Anomalous Stannates. By dissolving the anomalous hydrate in 
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aqueous alkalis. These salts are composed of 3 At. stannic acid, with — 


1 At. metallic oxide, =MO,3Sn02, and contain water as an essential con- 
' stituent, by virtue of which the stannic oxide acquires the character of an 
acid ; hence, when the salts are heated, the stannic oxide is separated in 
the anhydrous state. By ignition with an alkali, the anomalous stannates 
are converted into ordinary stannates. (Fremy.) Acids added to the 
solution of the hydrate in aqueous caustic alkalis, or alkaline carbonates, 
precipitate the hydrate in the anomalous state ; consequently, the preci- 
pitate is not soluble in excess of the acid. (Berzelius.) 

B. Ordinary Stannates. 1, By dissolving the ordinary hydrate of 
stannic acid in aqueous alkalis.—2. By fusing the anhydrous acid, or 
either of its hydrates, in a silver crucible, with caustic potash or car- 
bonate of potash.—3. The stannates of the earthy alkalis, earths and 
heavy metallic oxides, are-obtained by precipitating the soluble salts of 
these bases with the stannate of potash obtained by Bither of the preceding 
methods. (Berzelius.) The ordinary stannates contain at most 1 atom of 
“base to 1 atom of acid, =MO,SnO*. (Moberg, Berz. Jahresber. 22, 142; 
also J. pr. Chem. 28, 230; Fremy.) ‘The stannates of the fixed alkalis, 
-if they do not contain excess of alkali, are resolved, by ignition, into 
anhydrous stannic acid, and a compound of a small quantity of stannic 
acid with the whole of the alkali. Acids—even carbonic acid—decom- 
pose them, throwing down the ordinary hydrate of stannic acid. 
(Berzelius. ) , 


According to Kastner (Kast. Arch. 19, 423) there exists a Stannuretted Hydrogen | 


gas. 
Carbonic acid does not combine with either of the oxides of tin. (Bergman, Proust.) 
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TIN AND PHOSPHORUS. 


Tin AND Boron. 


Borate oF Stannous Oxrpe.—Borax forms with hydrochlorate of 
stannous oxide, a white precipitate which fuses to a grey slag. (Wenzel.) 


TIN AND PHOSPHORUS. 


A. PuospuipE or Tin.—a. Formed by throwing phosphorus upon 
melted tin, or by fusing together equal parts of tin and glacial phosphoric 
acid, whereby phosphate of stannic or stannous oxide is likewise formed. 
(Pelletier, Landgrebe, Schw. 55, 106.) The compound may also be formed — 
by heating in a blast-furnace for an hour: 6 parts of tin-filings or 8 of 
stannic oxide with 1 charcoal, 10 bone-ash, 5 pounded quartz, and 5. 
boracie acid. (Berthier, dunn. Chim. Phys. 33, 180.) Silver-white (lead- 
coloured : Berthier). May be cut with the knife; extends under the 
hammer, but at the same time splits into lamine. Contains from.13 to 
14 per cent. of phosphorus, which burns away on the application of heat. 
(Pelletier.) 6. When the compound of bichloride of tin with phosphu- 
retted hydrogen is decomposed by water, the phosphuretted hydrogen, as 

it escapes, reduces the bichloride of tin to the state of protochloride, 
and at the same time precipitates phosphide of tin in the form of a yellow 
powder, which remains for a long time suspended in the liquid, and oxi- 
dizes readily in the air. When washed and dried out of contact of air, 
it exhibits the phosphorus flame before the blowpipe. When ignited in 
hydrogen gas, it gives up its phosphorus, amounting to 55:43—56°88 
per cent., and is converted into metallic tin. (H. Rose, Pogg. 24, 326.) 


B. Puospuite of StaANNous Oxr1pk, or STANNous PuospuitE.—Hy- 
drochlorate of stannous oxide is precipitated by phosphite of ammonia, and 
the white precipitate washed till the wash-water, after boiling with 
nitric acid, no longer gives a turbidity with solution of silver. The salt, 
when heated in a retort, blackens without tumefaction, fuses without 
glowing, gives off hydrogen rich in phosphorus, and yields a sublimate of 
phosphorus. It is readily oxidized, with formation of a jelly, by warm 
nitric acid, and, on subsequent evaporation and ignition, yields 109-54 
per cent. of stannic phosphate, containing 74:16 stannic oxide and 35°38 
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In consequence of the difficulty of drying the salt, the analysis gave too 
much water. (H. Rose.) 


C. PuospnirE oF Srannic Oxipr, or Srannic Psrospuitre.—The 
aqueous solution of bichloride of tin gives, with phosphite of ammonia, a 
white precipitate which dries up to a glassy, brittle mass. This, when 
heated, gives off merely water, without any gas, because the binoxide of 
tin is conyerted into protoxide: hence the residue is soluble in hydrochloric 
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acid, According to this, the precipitate ene to consist of 2Sn0% PO oy 
‘(H. Rose, Pogg. 9, 47.) 


D. PuospHate or Stannous Oxipz, or Stannous PuospHatE.—Di- 
phosphate of soda added to a solution of protochloride of tin, throws 


down a white powder, insoluble in water and in aqueous sal-ammoniac, 


but soluble in hydrochloric acid: it vitrefies in the fire. 


TIN AND SULPHUR. 


PROTOSULPHIDE OF TIN.—STANNOUS SULPHIDE.—SULPHOSTANNOUS 
Acip.—Tin-foil in narrow strips takes fire in sulphur vapour. (Win- 
kelblech.)—The protosulphide is formed when sulphur is mixed with tin 
heated above its melting point. Since the mass thus formed still contains 
uncombined tin, it must be pounded and heated with fresh sulphur in a 
close vessel. Dark lead-grey; of laminar texture; crystallizable ; some- 
what tough; not easily pulverized (Berthier); much less fusible than tin.’ 
By. electrolysis, Becquerel obtained sulphide of tin in white cubes 
_ possessing the metallic lustre. (I. 395.) ? 

J. Davy, Bergman. 
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Ata red heat, it slowly converts hydrogen gas into hydrosulphurie 
acid. (H. Rose.) Ifthe hydrogen be passed over it for a longer time, 
nothing but metallic tin remains. (Elsner, J. pr. Chem. 17, 223.)—With 
phosphuretted hydrogen gas at a gentle heat, it is slowly decomposed, 
yielding hydrosulphuric acid, sublimed phosphorus, and a residue of tin. 
(H. Rose, Pogg. 24, 235.)—When fused with cyanide of potassium, it 
yields metallic tin and sulphocyanide of potassium. (Liebig.)—Chlorine 
at ordinary temperatures converts it into liquid bichloride of tin and a 
crystalline compound of that substance with bichloride of sulphur. 
(H. Rose.) : . 
2SnS + 8Cl = SnCP + SnCP, 2SCP. 


75 parts (1 At.) of stannous sulphide heated to whiteness in a charcoal 
crucible with 53'2 parts (1 At.) of dry carbonate of soda, yield 29°37 
parts (4 At.) of tin and a grey slag containing sulphide of tin, sulphide 
of sodium, and carbonate of soda. With a larger quantity of carbonate of 
soda, the quantity of tin reduced does not exceed three-fourths of the whole. | 
Carbonate of soda without charcoal decomposes part of the sulphide of tin at 
a red heat by oxidating the metal. (Berthier, Ann. Chim. Phys. 48, 169.)— 
Aqueous hydrochloric acid readily dissolves protosulphide of tin, evolving — 
sulphuretted hydrogen and forming hydrochlorate of stannous oxide. 
Potash-ley has no action upon it. (Proust.)—The protosulphide appears 
to be capable of mixing with tin by fusion in all proportions. 

Hydrated Protosulphide of Tin, or Hydrosulphate of Stannous Oxide. 
—The black-brown precipitate which hydrosulphuric acid or alkaline 
hydrosulphates produce with protochloride of tin, washed with boiling 
water.—Black when dry.—When heated, it gives off water and a small 
quantity of sulphur(?), and is converted into the anhydrous proto- 
sulphide. With hydrochloric acid, it behaves like the anhydrous sul- 
phide. (Proust. ) Not soluble in aqueous sulphurous acid. (Berthier.) 
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_B. Sesquisunpniwe or Tin.—By gently igniting an intimate mixture 

of 3 parts of stannous sulphide and 1 part of sulphur in a retort. 100 
parts of stannous sulphide thus treated take up 10°5 parts of sulphur.— 
Greyish-yellow, with metallic lustre—When strongly ignited in a close 
vessel, it gives off one-third of its sulphur.—With potash-ley it yields a 
solution of sulphostannate of potassium and stannate of potash, and a 
residue of protosulphide of tin. Concentrated hydrochloric acid converts 

_ it into bisulphide of tin, leaving + [4%] of the tin in the form of protoxide. 
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Hydrated Sesquisulphide of Tin.—Separates in the form of a liver- 
coloured powder on digesting a saturated solution of sulphostannate of 
potassium with bisulphide of tin. By digestion with caustic potash it is 
converted into black protosulphide. (Berzelius.) 


C. Bisunpuipe or Tin.—Srannic SuLPHIDE.—SuLPHOSTANNIC ACID, 
— Mosaic Gold, Aurum mosaicum s. musivum.—Comp. W oulfe (Crell. Chem. 
J. 1, 149); Bullion (Crell. Ann. 1793, 1, 89); Pelletier (Crell. Ann. 
1797, 1, 46); Proust (W. Gehl. 1, 250). 


Formation. 1. By heating sulphur with protochloride or ammonio- 
protochloride of tin, whereupon one-half of the tin combines with the 
sulphur, and bichloride of tin or chlorostannate of ammonium volatilizes.— 
In the preparation of mosaic gold from tin, sal-ammoniac, and sulphur, 

' the reaction appears to pass through the two following stages: First, 
there is formed, with evolution of hydrogen gas and ammonia, a com- 
pound of protochloride of tin with sal-ammoniac (chlorostannite of ammo- 
nium) : eae 

2Sn + 4(NH3, HCl) = 2(NH3HC1+ SnCl) + 2H +2NH3, 
Afterwards, when the temperature rises higher, the sulphur abstracts 
half the tin, while a compound bichloride of tin with sal-ammoniac 
(chlorostannate of ammoniun) sublimes, together with free sal-ammoniac. | 


2(NH®, HCl + SnCl) +28 = SnS?+ (NH3, HCI + SnCl) + NH3, HCL. 


If amalgam of tin is used, cinnabar likewise sublimes.—2. By heating 
protoxide [in which case, according to Proust, incandescence is produced} 
or binoxide of tin with silver.—3. When protosulphide of tin is heate 
with cinnabar, whereupon mercury is set free (Pelletier) [This mode of 
formation is denied by Proust];—-or with corrosive sublimate—whereby 
bichloride of tin and cinnabar are produced at the same time (Woulfe); 
—or with sal-ammoniac and sulphur.—4. By heating hydrated proto- 
sulphide of tin. . 
Preparation. a. Protochloride of tin and sulphur (Proust);—d. Equal 
parts of sifted tin-filings, sulphur, and sal-ammoniac (Pelletier) [Gives a 
less beautiful preparation than e (Woulfe)];—c. 4 parts of tin-filings, 3 sulphur, 
2 sal-ammoniac (Woulfe);—d. A pulverized amalgam of 2 parts tin and 
2 mercury, with 1% sulphur and 1 sal-ammoniac (Thénard) ;—e. A 
pulverized amalgam of 12 parts tin and 6 mercury, with 7 sulphur and 
6 sal-ammoniac [whereby 13 pt. volatile liver of sulphur, 133 sublimed matter, and 
- 16 parts of fine, and for the most part sublimed, mosaic gold are obtained] (Woulfe). 
_—f. A pulverized amalgam of 12 parts tin and 8 mercury with 7 sulphur 
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and 8 sal-ammoniac;—g. 2 parts stannous oxide and 1 sulphur (Proust) 
[yields 2°4 mosaic gold];—A. 8 parts stannic oxide, 7 sulphur, and 4 sal- — 
ammoniac (Woulfe);—7. 10 parts protosulphide of tin, 5 sulphur, and 
4 sal-ammoniac (Woulfe);—k. 5 parts protosulphide of tin, 1 proto- 
chloride, and 2 sulphur (Woulfe);—/. 5 parts protosulphide of tin and 
8 corrosive sublimate (W oulfe) [gives a very beautiful preparation] ;—-7. Hy- 
drated bisulphide of tin [obtained by deflagrating tin with nitre, dissolving the 
stannic oxide in hydrochloric acid, and precipitating with solution of liver of sulphur] 
(Van Mons). | 

Hither of these mixtures or compounds is heated in a retort or a 
loosely-closed flask placed in the sand-bath, or in an inverted Passau 
crucible, having its mouth closed with a tile and its upturned base 
perforated with an aperture, which is ¢overed with aludels. (Woulfe.) 
A gentle heat is first applied for some hours; afterwards the heat is 
raised, but not quite to redness.—The greater part of the mosaic gold is 
found at the bottom of the vessel—the smaller, but purer and finer 
portion, sublimes. 


Properties. —Gold-coloured, translucent, delicate scales or six-sided 
lamine, unctuous to the touch. Specific gravity 4425 (P. Boullay); 
4,600 (Karsten). 
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Decompositions. By ignition it is resolved into sulphur and proto- 
sulphide of tin, a portion of the bisulphide, however, subliming at the 
same time in a very beautiful form. If the action of the heat has not 
been long continued, protosulphide of tin is found at the bottom, above 
it a thin layer of sesquisulphide, and undecomposed mosaic gold at the 
top. (Berzelius.) The sulphurous acid gas observed by Proust, and — 
previously also by Berzelius, is not evolved unless air has access to the — 
heated substance. (Gay-Lussac, Berzelius.)—2. Boiling aqua-regia con- 
verts it into sulphuric acid and stannic oxide. Hydrochloric*acid or 
nitric acid alone has no action on it.—8. Deliquesces in chlorine gas at — 
ordinary temperatures, forming a brown liquid, and afterwards solidifies 
in yellow crystals of SnCl’,2SCP. (H. Rose.)—Mosaic gold dissolves in a 
heated solution of potash [also in carbonate of potash, with evolution of 
carbonic acid], forming stannate of potash and sulphostannate of potas- 
sium : 

3SnS?+3KO = KO,Sn0? + 2(KS, SnS?). 


(For the decomposition by litharge, vid. Lead-oxide.) 


Hydrated Bisulphide of Tin, or Bi-hydrosulphate of Stannic Oxide.— 
1. By precipitating hydrochlorate of stannic oxide with sulphuretted 
hydrogen or an alkaline hydrosulphate.—2. By precipitating aqueous 
sulpbostannate of potassium with hydrochloric acid.—Light yellow, 
loosely-coherent flakes, which dry up to dark yellow, hard lumps, having 
a conchoidal fracture. When gently heated, it gives off water, sulphur, © 
and sulphurous acid (7), and is reduced: to mosaic gold. (Proust.) . At a 
higher temperature, it gives off the rest of its water with violent decrepi- 
tation, and is at the same time reduced to sesquisulphide by the loss of . 
2 At. sulphur; or at a still higher temperature, to protosulphide. (Ber- 
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zelius.) Dissolves in boiling hydrochloric acid with evolution of sul- 
phuretted hydrogen, and is thereby converted into hydrochlorate of 
stannic-oxide. (Proust. ) 

Bisulphide of tin unites with the more basic metallic sulphides, forming 
salts called Sulphostannates. These compounds are obtained: 1. By 
dissolving either the anhydrous or the hydrated bisulphide of tin in 
aqueous alkaline hydrosulphates or caustic alkalis. The hydrated 
sulphide dissolves more readily than the anhydrous; with the latter, a 
boiling heat is required, to insure complete saturation. If the alkaline 
hydrosulphates contain 2 atoms of hydrosulphuric acid, 1 atom of the 
latter is expelled with effervescence. When caustic alkalis are used, the 
resulting solution likewise contains stannate of potash. (vid. sup.) —2. By 
precipitating a heavy metallic salt with aqueous sulphostannate of 
potassium. Those sulphostannates which contain an alkali-metal are not 
decomposed by ignition in close vessels. | 


J). TETRATHIONATE oF STANNOvS OxipE.—Tetrathionic acid gives a 
white precipitate with hydrochlorate of stannous oxide. (Fordos and 


Gélis. ) 


EK. Hyposulphite of Stannous oxide ?—Aqueous sulphurous acid and 
metallic tin produce protosulphide of tin in the form of a black powder, 
and a solution of stannous hyposulphite, from which acids evolve sul- 
phurous acid and precipitate sulphur. (Fourcroy & Vauquelin.) Ac- 
cording to Berzelius, and likewise according to Fordos & Gélis, this 
process yields but very little hyposulphite of stannous-oxide, together 
with the sulphide, but on the other hand, a large quantity of sulphite,— 
the tin, in fact, behaving exactly like cadmium under similar circum- 
stances (p. 57). | 


_ KF, Surpuire or Srannous Oxipe, or Stannovus SuLpuiTe.—Sulphite 
of ammonia added to hydrochlorate of stannous oxide throws down, at 


ordinary temperatures, the greater part, and at a boiling heat, the whole 


of the stannous oxide, in the form of a white basic salt. -This salt 
gradually gives up all its acid to boiling water, and is converted into pale 
yellow, anhydrous protoxide of tin. (Berthier, V. Ann. Chim. Phys. 7, 
81; Comp. Bottinger, Ann. Pharm. 51, 408.) 


4] G. Srannous HyposutpHate.—Known only in solution. When 


- concentrated in vacuo, it deposits protosulphide of tin. (Bouquet.) 


H. SuntpHATE oF Srannous OxipE, or STrannous SuLPHATE.— 
a. Basic.—Precipitated on mixing 6 with an alkali. (A. Berthollet.) 
6. Monosulphate.—1. Protosulphide of tin heated with red oxide of 
mereury yields the anhydrous salt, which bears a dull red heat without 
decomposition.—2. By heating tin in oil of vitriol slightly diluted.—3. By 
dissolving hydrated stannous oxide in sulphuric acid.—4. Sulphuric acid | 


_ added to solution of hydrochlorate of stannous oxide throws down a white 


powder. The liquid obtained by (3), and the solution of the saline 
mass (1), (2), or of the white powder (4), all yield needles on cooling. 
(A. Berthollet.) Ata red heat the salt is resolved into sulphurous acid, 
oxygen gas, and stannic oxide. (Gay-Lussac.) Whenignited in hydrogen 
gas, it leaves metallic tin with a small quantity of sulphide. (Arfvedson, 


Pogg. 1, 74.) According to Bouquet (WV, J. Pharm. 11, 459), the salt 
es | - 
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8n0, SO° crystallizes in laminee from a hot saturated solution of récently 
precipitated stannous oxide in dilute sulphuric acid. It is very soluble 
in water; the solution soon becomes turbid from deposition of a basic 
salt, but its transparency is restored by adding a few drops of sulphuric 
acid. When ignited it leaves stannic oxide. Combines with the 
sulphates of potash and ammonia, forming crystallizable compounds. 4 


I, Sunpuate or Stannic Oxipn, or Stannic SunpHatE.—a. Ordi- 
nary. 1. By dissolving ordinary hydrate of stannic oxide in aqueous 
sulphuric acid.—2. By heating tin with excess of oil of vitriol, where- 
upon sulphurous acid and sulphur are given off, and stannic sulphate 
remains behind. Kraskowitz (Pogg. 85, 518) heats 1 part of granulated 
tin with 3 parts of oil of vitriol in a capacious iron vessel; whereupon 
slight effervescence is at first produced, with formation of a white scum; 
then suddenly great heat is developed, and sulphurous acid mixed with 
sulphur vapour is given off; the vessel should therefore be cooled to 
prevent frothing over. After the frothing has ceased, the excess of oil of 
vitriol is driven off by the application of a stronger heat, which is con- 
tinued till the residue becomes* friable, and thereby separable from the 
metallic tin mixed with it. The aqueous solution (1) yields no precipi- 
tate on boiling. (Berzelius.) — ; 

6, Anomalous. The oxide of tin produced by the action of nitric 
acid does not dissolve in sulphuric acid either concentrated or dilute; a 


portion of the acid is, however, absorbed by it, with tumefaction, and may. 


be extracted by water. (Berzelius.) 


K. Sut~pnHocarponatEe oF STANNovs SuLpnipE, and SuLPHocAR- 
- BONATE oF Srannic SutpuipEe.—Aqueous sulphocarbonate. of calcium 


gives a dark brown precipitate with stannous salts and brownish-yellow — 


with stannic salts. (Berzelius.) 


Tin AND SELENIUM. 


A. Setentpn or Tin.—a. Tin combines with selenium, on the appli- 
eation of heat, forming a grey, metallic, shining substance, which, when 
heated in the air, is readily decomposed without fusion, yielding selenium 
which volatilizes, and stannic oxide which remains behind.—0. Béselenide 
of Tin may be obtained by precipitating hydrochlorate of stannic oxide 
with hydroselenic acid. . 


B. Se.enire or Stanntc Oxip£.—White powder, insoluble in water, 
but soluble in hydrochloric acid, and precipitated from the solution on 
the addition of water. When heated, it first gives off water, and then 
the whole of its acid. (Berzelius.) Formula of the dry salt, SnO?, 28e0*,. 
(Muspratt.) 


Tin AND JopINeE, 


A. Prortopips or Trx, or Stannovs Ioptpr.—Jodostannous Acid. — 


1. When tin-filings are heated with a twofold quantity of iodine, a 
brown-red, translucent compound is formed, which yields a dingy orange- 
yellow powder, and fuses very easily (according to Sir H. Davy, it 


volatilizes when heated more strongly); the combination is attended with — 


Bs: 
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‘noise and ‘ignition. (Gay-Lussac, Rammelsberg, Pogg, 48, 169.) 7 Ac- 
cording to Henry (Phil. Trans. 1845, 363), tin heated with twice its 
weight of iodine, yields two compounds, the protiodide SnI, and the 
biniodide SnJ*, which may be separated by sublimation, the latter 
volatilizing at 180° C. while the former remains fixed at a red heat. { 
2. A dilute solution of protochloride of tin mixed with a very slight 
excess of iodide of potassium soon deposits a large quantity of yellowish- 
red crystalline tufts. If the mixture was warm, the iodide of tin is 
deposited, on cooling, in fine yellowish-red needles. (Boullay, Ann. Chim. 
Phys. 34, 872.) Gay-Lussac likewise obtained orange-yellow silky 
crystals, by treating the iodide of tin (1) with a small quantity of water, 
and pouring off the liquid from the separated hydrate of stannous oxide—_ 
that liquid containing stannous oxide with excess of hydriodic acid. 
According to Gay-Lussac, these crystals consist of acid hydriodate of 
stannous oxide, but, according to Boullay’s analysis, they are formed of 
protiodide of tin. 

Protiodide of tin, when heated in the air in contact with stannic 
oxide, leaves a substance, which, when treated with water, is resolved 
into stannic oxide and hydriodice acid which dissolves. (Boullay.) The 
jodide prepared by (1) is easily decomposed by water—especially with the 
aid of heat, and the more completely in proportion as the quantity of 
water is greater—yielding hydrated stannous oxide whichis precipitated, 
and aqueous hydriodic acid containing a trace of tin. (Gay-Lussac, 
Rammelsberg.) 1 Dissolves in water sparingly, but without decompo- 
sition; fuses readily and forms a dark-red mass, having a crystalline 
texture; yields a powder of a red colour and considerable lustre, like red 
lead. (Henry.) 7 The iodide (2) dissolves in water without decomposi- 
tion, and more abundantly in warm than in cold water; it is like- 
wise soluble in hydrochlorate of stannous oxide. Hence it is not preci- 
pitated from a solution of that compound by small quantities of iodide of 
potassium. (Boullay.) lodide of tin combines with the more basic 
metallic iodides. (Boullay.) 

Boullay (2.) 
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When tin is heated in excess with iodine and a large quantity of 
_ water, violent action ensues, the tin is rapidly oxidated, and a solution of 
hydriodic acid is formed, containing but a trace of tin. (Gay-Lussac.) 
On dissolving in aqueous iodide of potassium half as much iodine ag - 
it already contains, and adding protochloride of tin to the solution, the 
colourless mixture yields no precipitate, but on evaporation deposits a 
yellow powder, slightly soluble in water, probably Sn*I*°. (Boullay.) 


{ B. Brintop1ipe or Trx,—Snl?.—1. Separated by sublimation from 
the mixture of protiodide and biniodide obtained by heating tin with — 
twice its weight of iodine (supra).—2. By boiling equal parts of proto- 

chloride of. tin and iodine with a small quantity of water. By Chrys 
orange-yellow, shining crystals; by (2): red crystals. Sublimes at 180°, 
Easily decomposed by water. (Henry.) 1 eee 


C and D. Stannovs and Srannic Ioparrs,—Iodic acid and iodate of 
_ potash give white precipitates both with hydrochlorate of stannous oxide 
ache G 2 
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and with hydrochlorate of stannic oxide. (Pleischl.) When hydrochlorate — 
of stannous oxide is dropped into iodate of soda, iodate of stannous oxide — 
— is precipitated, white at first, but turning brown in a few minutes, and 
then grey, from liberation of iodine and formation of stannic hydro- — 
chlorate. If, on the contrary, the iodate of soda be added to the stannous ~ 
hydrochlorate, the white precipitate which forms at first is quickly _ 
_re-dissolved, and the solution acquires a yellow colour; with a larger 
- quantity of iodate of soda, a separation of iodine takes place. (Rammels- 
berg, Pogg. 44, 567.) - ite | : | a, 


Tin anp Bromine. - 


: oN PRrorToBRoMIDE OF Trin, or STANNOUS BromipE.—Bromostannous 
Acid.—Formed by heating tin in hydrobromie acid gas (Balard), or with — 
protobromide of mercury (Léwig).—Greyish-white, with considerable 


lustre; when heated, it fuses to a yellowish oil.—When heated in the air 


or in contact with nitre, it gives off bibromide.of tin and leaves the 
binoxide... .°..’ Banas ? oO 
Aqueous Protobromide of Tin, or Hydrobromate of Stannous Oxide.— 
1. By dissolving stannous bromide in water.—2. Tin dissolves in aqueous — 
_hydrobromie acid with evolution of hydrogen, very slowly when the — 
liquid is cold, more quickly when it is raised to the boiling point.—The - 
colourless solution, which reddens litmus, becomes gelatinous when — 
evaporated, but does not crystallize; when more strongly heated, it 
gives off hydrobromic acid. (Lowig.) 3 | ee 


B. BrsroMIDE oF T1n, or Stannic BromipE.—Bromostannic Acid.— 
Tin takes fire in contact with bromine and is converted into stannic 
bromide. (Balard.)—2. Protobromide of tin with bromine yields the same~ 
compound, (Léwig.)—White, crystalline, easily fusible and volatile; 
gives off a faint white cloud when exposed to the air. In heated oil of © 
vitriol, it fuses, without visible decomposition, into oily drops. With 
nitric acid, after a few seconds, it gives off bright-coloured vapours of 
bromine... Dissolves in water without apparent decomposition. (Balard.) 

Bromine-water converts stannous oxide, with evolution of heat, into 
‘mono-hydrobromate of stannic oxide; on stannic oxide, bromine exerts no 
» action. (Balard.) eo puenaen Pea as og Commas 

C. BroMATE oF STannous Oxipz, or STANNOUS Bromats.—Bromate _ 


_of potash gives a yellowish-white precipitate with hydrochlorate of stan- 


nous oxide. (Simon, epert. 65, 207.) 


D. Bromate or Srannic OxipE, or Strannic Bromate.—A queous 
promic acid dissolves but a small quantity of the ordinary hydrate of 
stannic acid, even after digestion for weeks. The hydrate separated from — 
the liquid becomes translucent and glassy when dried over oil and vitriol, — 
and loses 18 per cent. when heated to 180°. (Rammelsberg, Pogg. 


= Try anv Cutorine. » 

| PROTOCHLORIDES OF Try, or SraNnnous CuLoripe.—Oklorostannous - 
Acid.— Butter of Tin.—1. By gradually heating tin or amalgam of-tin with — 
calomel, or with at most two parts of corrosive, sublimate, the mereury — 
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volatilizing.—2. By heating tin in hydrochloric acid gas, hydrogen being 
set free.—-3.. By heating hydrochlorate of stannous oxide in close vessels 
_. whereupon, when the heat is gradually raised to redness and the 
receiver changed, the chloride of tin passes over after the water. Capi- 
taine (J. Pharm. 25, 552) gently heats commercial tin-salt in a capacious 
crucible (to prevent frothing over) as long as it froths up and gives off 
water and sulphuric acid—pours the mass,.as soon as it is brought to a 
state of tranquil fusion, into a small crucible—then pounds it up coarsely, 
and distils it from a coated glass retort. The first portions of stannous 
chloride which pass over are perfectly pure; the last portions contain 
a small quantity of iron, from which they may be freed by a second 
distillation. ; 
_ Translucent, almost pure white (frequently grey), with a fatty lustre 
and conchoidal fracture. Fuses at 250° to an oily liquid which pene- 
trates the crucibles and makes them crack; boils at a heat near redness, 
but always with some degree of decomposition. (J. Davy, Schw. 10, 221; 
Capitaine.) When cooled after fusion, it remains liquid for a long time, 
but afterwards becomes syrupy and solidifies. (Marx.) : 
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When heated to bright redness, it gives off bichloride of tin and 
afterwards unaltered protochloride, leaving a black shining mass which 
dissolves in aqueous hydrochloric acid with evolution of hydrogen gas, 
and forms a solution of stannous hydrochlorate. (A. Vogel, Schw. 21, 66.) 
When heated to the boiling point, it passes over in company with bichlo- 
ride of tin, and leaves yellow, earthy stannous oxychloride, SnCl, 
SnO. (Capitaine.)—When heated with sulphur, it yields bichloride and 
bisulphide of tin, (Proust.) | . 


2SnCl+2S= SnCl? + Sn8?, 


‘When heated in the air, or with nitre, chlorate of potash, or mercuric 
oxide, it gives off bichloride of tin and leaves binoxide.—At ordinary 
temperatures, it does not suffer much alteration by exposure to the air; 
in the course of three weeks, however, it becomes somewhat disintegrated, | 
but still dissolves completely in water. . 
Hydrated and Aqueous Protochloride of Tin, or Crystallized and 
Aqueous Mono-hydrochlorate of Stannous Oxide.-—Tin-salt.—1. Proto- 
chloride of tin dissolves without turbidity in water [freed from air?]. 
(Capitaine.) The solution is commonly turbid, partly perhaps from the 
presence of air in the water, partly because the chloride of tin may have 
been mixed with oxychloride.—2. Tin dissolves very slowly in cold, © 
. more quickly in warm hydrochloric acid, and with evolution of hydrogen _ 
_ gas. ‘The preparation on the large scale is performed in copper vessels, 
which, so long as any portion of tin remains undissolved, are not attacked 
by the acid.—3. If granulated tin be covered with hydrochloric acid, 
_ then the acid poured off, and the tin exposed to the air—afterwards the 
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acid poured on again, and so on alternately—the tin takes up oxygen = - 


from the air, whereby it becomes heated, and dissolves much more — 
_ quickly than by the simple action of the acid, (Berard.)— 4, In the — 


preparation of Zin-salt on the large scale, Nollner recommends that the — 


_ hydrochloric acid, as it is evolyed from the retorts, be made to ack 
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directly upon granulated tin contained in stone-ware receivers adapted to 
the retorts, and that the concentrated solution of tin-salt thus formed be 
afterwards evaporated in tinned pans with the addition of granulated 
tin. (Arch. Pharm. 63, 120.)— The solution, when evaporated and cooled, 
yields large, transparent, and colourless prisms (and octohedrons: Dumas), 
having a disagreeable metallic taste. According to Berzelius, their com- 
position is SnCl,HO; according to Henry, they contain 2 atoms of water, 
SnCl,2HO. The crystals when heated evolve water and hydrochloric — 
acid containing a small quantity of tin, and leave protochloride and prot- 
oxide of tin. Cold oil of vitriol separates from them but a small quan- 
tity of hydrochloric acid; heated oil of vitriol separates hydrochloric 
acid—together with small quantities of stannous chloride, sulphurous 
acid, and sulphuretted hydrogen [the two latter substances partly decom- 
posing each other and yielding a precipitate of ar BARE forms 
stannic sulphate. (A. Vogel.) 

a The crystals generally give a turbid solution with water, which, 
however, may be rendered transparent by the addition of hydrochloric 
acid [partly, perhaps, because the crystals have become oxidated by 
exposure to the air, partly because the air contains water |. The turbidity 
of the solution increases with excess of water, and diminishes with 
excess of the tin-salt. (Fischer.)--The solution absorbs oxygen from 

. the air, and if it does not contain an excess of hydrochloric acid, becomes 
turbid, from formation of bi-hydrochlorate of stannic oxide and precipita- 
tion of stannous oxychloride. Probably in this manner: 


3(SnO, HCl) + O = SnO?,2HCI+ 8nCl, Sn0 + HO. 


By longer exposure to the air, the solution recovers its transparency and 

- acquires a yellow colour—-the change being slower as the solution is more 
concentrated. (Fischer, Kastn. Arch. 18, 225; Capitaine.) [Does there 
exist-a mono-hydrochlorate of stannic oxide, which formsa yellow solution 
in water? |—The solution of stannous hydrochlorate mixed with sulphurous 
acid, becomes yellow and. turbid, especially when warmed, and yields a — 
deep-yellow precipitate of hydrated bisulphide of tin, the odour of sul- 
phurous acid being at the same time destroyed, and hydrochlorate of 
stannic oxide formed. (Hering, dann. Pharm. 29, 90.) Probably thus: 


6Sn0 + 280? = 5Sn0?+ Sn’, 


The stannic oxide formed remains dissolved in the excess of hydrochlorie 
acid.—According to Girardin (Ann. Chim. Phys. 61, 286), if the hydro- — 
chloric acid contains even a small quantity of sulphurous acid, the solution j 

of the tin-salt in it is attended with the formation of a yellow cloudiness; 

-and if water be afterwards added, a faint smell of sulphuretted hydrogen 

is evolved and a yellowish-brown precipitate formed, which is a mixture 

of stannic sulphide and stannic oxide.—Trithionic acid added to the heated 

tin-solution throws down sulphide of tin. (Persoz.)—The solution reduces 

hypochlorous acid, evolving chlorine and being itself converted into a 

stannic salt. (Balard.) It likewise reduces nitric acid to nitric oxide, 

and this again, by longer contact, to nitrous oxide;—tungstic acid, even 
when united with an alkali, to blue oxide of tungsten;—molybdic acid — 

to blue oxide of molybdenum;—chromie acid to chromic oxide;—man- 

‘ganic acid to manganous oxide;—hydrated peroxide of manganese, on 

_ boiling, to manganous oxide, with precipitation of sesquioxide of tin 

_* (Fuchs) ;—arsenic acid to arsenious acid, and this, by longer digestion, to 

metallic arsenic (Woulfe, Cred/, Chem, J. 1, 155) ;—antimonious acid to 
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antimony (Woulfe) ;—mononitrate: of bismuth-oxide to black suboxide 
(A. Vogel) ;—the red and brown peroxides of lead to chloride of lead 
(A. Vogel) ;—ferric salts to ferrous salts (with formation of hydrochlorate 
of sesquioxide-of-tin, (Fuchs, comp. p. 80);—cupric oxide and its salts to 
dichloride of copper;—the protoxide, dichloride, protochloride, and 
cyanide of mercury to metallic mercury (A. Vogel, Kusin. Arch. 23, 78); 
—silver-salts to metallic silver;—with gold-salts, the stannous solution 
forms a precipitate which is brown or purple according to circumstances, 
—Copper immersed in the stannous solution mixed with a large quantity 
of hydrochloric acid, throws down metallic tin in the form of a greyish- 
black powder, only however when the solution is exposed to the air and 
boiled. (Reinsch, J. pr. Chem. 24, 248.) 

Protochloride of tin unites with the chlorides of the alkali-metals, 
forming salts which may be called Chlorostannites.—According to Kuhl- 
mann, it forms definite compounds with nitrous, hyponitric, and nitric 
acid, It is easily soluble in absolute alcohol, (Capitaine. ) at 


B. Hypratep Stannous OxycuoripgE, or Di-HYDROCHLORATE OF 
Srannous Oxipr.—By precipitating bydrochlorate of stannous oxide 
with an insufficient quantity of potash—White powder. (Proust.)—At 
_ a red heat, it yields water containing hydrochloric acid and hydrochlorate 
of stannous oxide, a sublimate of protochloride of tin and a residue of 
stannous oxide.—Froths up violently with strong nitric acid; gives off 
hydrochloric acid gas when treated with oil of vitriol; and dissolves 
without effervescence in hydrochloric acid, acetic acid, and dilute nitric 
or sulphuric acid, forming stannous salts, (J. Davy, Schw. 10, 325.) 
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C. Aquzous SEsquicHLORIDE oF Tin, or HypRocHLORATE OF 
SEsQUIOXIDE-OF-TIN.—Hydrated sesquioxide of tin dissolves readily in 
hydrochloric acid. (Fuchs.) It dissolves with difficulty in cold dilute 
hydrochloric acid, and the concentrated acid does not become saturated 
with it till after long digestion, which, to prevent oxidation, must be 
performed in. close vessels. The solution has a purely astringent taste, 


yields, with hydrosulphuric acid, a lighter brown precipitate than the 


stannous-salt, and a remarkably fine purple with gold-salts, (Fuchs.) 


D. BicuioripE oF Tin, or Stannic CutoripE.—Chlorostannic Acid. 
—Luming Spirct of Libavius, Spiritus fumans Libavit. | 
Formation. 1. Tin-foil takes fire after a while in chlorine gas, and burns 
with emission of red sparks, forming bichloride of tin.—2. Protochloride 
of tin likewise takes fire in chlorine gas at ordinary temperatures.—~ 
3. Tin heated with protochloride of mercury volatilizes in the form of 
bichloride, 4. Protosulphide of tin heated with sulphur or with oxidized 
bodies is converted into bisulphide, 


Preparation. 1. When dry chlorine gas is slowly passed’ through - 


the retort d, App. 52, containing tin-foil or melted tin, the bichloride — 
_ distils over into the receiver e, which must be kept cool.—2. By distilling ~ 
1 part of tin with 5 parts of protochloride of mercury,—3, By distilling 
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concentrated hydroghlorate of stannic oxide with fuming oil of vitriol. 
(J. Davy.) —4. By distilling common salt with stannic sulphate : 


2NaCl + Sn0?,2SO? = 2(NaO, $03) + SnCl’. 


The stannic sulphate prepared by method 2, page 82, is pounded in a 
mortar while still warm—then sifted—intimately mixed with an equal 
weight of common salt—and heated in an iron retort with glass receiver 
(or in a glass retort—in which, however, it is difficult to effect complete 
decomposition)—the heat being gradually raised as long as anything 
passes over. The bichloride of tin which distils over—together with 
hydrochloric acid gas—contains chloride of iron and erystals of hydrated 
bichloride of tin. To free it from iron and water, it is rectified in a 
glass retort with from twice to four times its weight of oil of vitriol. 
(Von Kraskowitz, Pogg. 35, 518.) 

_ Properties. Thin, colourless liquid, which does not freeze at —29°, 
boils at 120° under a pressure of 0°767 met., and yields a vapour whose — 
density is 9:1997 (Dumas); gives off white fumes in the air at Degg oe 
temperatures. 
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Decomposed by sulphuretted hydrogen with the aid of heat, the 
products being hydrochloric acid gas and bisulphide of tin. (H. Rose, 


Pogg. 24, 339, ) 
SnC?+2HS = SnS8?+2HCl. 


When heated with nitric acid, ‘it gives off chlorine and nitric oxide, and 
deposits stannic oxide. (Gay-Lussac.) To mercury it slowly gives up 
chlorine, so that calomel and stannous chloride are produced. (Dumas.)— 
Alcohol decomposes it, with formation of hydrochloric ether and deposi- 
tion of stannous oxychloride. With oil of turpentine it becomes strongly 
heated, the turpentine sometimes taking fire, and deposits stannic oxide, 
(J. Davy.) Not decomposed by olefiant gas. (Wohler.) | 
_ Hydrated Bichloride of Tin, or Crystallized Hydr ochlorate of Stannic. 
Oxide.—22 parts of bichloride of tin’ solidify with 7 parts of water, 
forming a colourless mass of crystals fusible by heat. (Adet.)—9% If this 
crystalline mass be treated with an additional quantity of water, and the 
liquid gently evaporated, deliquescent crystals are obtained, which appear ~ 
to contain 5 atoms of water: SnCl’?,5HO. When dried over sulphuric — 
acid, they give off 3 At. water, and are converted into SnCl,2HO. 
(Lewy, Compt. rend. 21, 369.) FT 


Aqueous Bichloride of Tin, or Aqueous Hydrochlorate of Seon 
Oxide.—a. Ordinary. — Colour-makers’ Composition.—1. By dissolving 
bichloride of tin in water.—2. By saturating an aquéous solution of 


stannous chloride with chlorine gas.—3. By mixing the same solution © 


with a quantity of hydrochloric acid twice as great as that which it — 
already contains, and exposing it to the air for some time,—or by. hota 
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it with nitric acid not in excess.—4. By dissolving tin in aqua-regia not 
containing too much nitric acid. -A mixture: of nitric acid with sal- 
ammoniac or common salt, or of hydrochloric acid with nitre may 
likewise be used.—The solution obtained by the agency of nitric acid 
always retains a portion of that acid, and therefore deposits anomalous 
hydrate of stannic oxide when boiled (Bolley, Ann. Pharm. 39, 103); 
according to H. Rose, this effect is not produced till the solution has 
attained a somewhat high degree of concentration.—The compound may 
likewise be obtained by dissolving-ordinary hydrate of stannic oxide in 
hydrochloric acid. The anomalous hydrate of stannic oxide, when dis- 
tilled with hydrochloric acid, is partly converted into ordinary hydro- 
chlorate of stannic oxide, which passes over, while the rest remains 
behind, as anomalous hydrochlorate of stannic oxide, in the form of a 
_ yellow mass, which, when digested in water, partly dissolves and partly 
swells up. (Berzelius.)—Colourless liquid, not decomposible by boiling; — 
yields crystals when evaporated and cooled. 

6. Anomalous.—The hydrate of stannic oxide produced by the action 
of nitric acid does not dissolve in hydrochloric acid even when boiling 
and concentrated, but takes up a portion of that acid and acquires a 
yellowish tint, and is thereby converted—after the excess of acid has 
been poured off, and the residue dried on bibulous paper—into a soft 
yellow mass perfectly soluble in water. Nevertheless, the resulting 
solution, even when largely diluted, coagulates at a boiling heat, and if 
concentrated becomes as thick as white of egg. It likewise yields a 
precipitate when mixed with concentrated hydrochloric acid,—but the - 
precipitate dissolves again in water, after the acid is poured off. When 
this compound is distilled, aqueous hydrochloric acid passes over first, 
then hydrochloric acid gas, with a small quantity of stannic chloride, 
while anhydrous stannic oxide is left behind. (Berzelius.)—Ammonia or 
potash added to the aqueous solution yields a white precipitate slightly 
soluble in excess of the alkali. (H. Rose.) 


HE. and ‘F.—Bichloride of tin dissolves sulphur and phosphorus 
forming oily liquids. 


G. CHLOROSTANNATE OF PHospHURETTED Hyprocen.—Bichloride of 
tin absorbs both the more inflammable and the less inflammable phos- 
phuretted hydrogen gas without decomposition, thereby acquiring a 
yellow colour, and being subsequently converted into a yellow solid body 
which fumes in the air and absorbs moisture with avidity. When heated 
out of contact of air, it gives off hydrochloric acid gas with a sublimate 
of phosphorus, and leaves protochloride of tin: 


PH?,3SnCP = 38nCI1+ 3HCl+P. 


Ammoniacal gas colours the compound black, even in the cold, and 
appears to form ammonio-bichloride of tin together with several other 
products.— Water added to this compound gives off non-spontaneously 
- inflammable phosphuretted. hydrogen gas with effervescence, and forms 
hydrochlorate of stannous and of stannic oxide, together with a precipitate 
of terphosphide of tin (p. 88). Aqueous solution of potash, carbonate of 
ammonia, or carbonate of potash, and hydrochloric acid likewise give 
rise to the evolution of the less inflammable variety of phosphuretted 
hydrogen; but aqueous ammonia evolves the spontaneously inflammable 
. gas. (H, Rose, Pogg. 24, 159.) | 7 
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H.—Bichloride of tin may be mixed with terchloride of phosphorus, 


I, CHLOROSULPHIDE OF Tin.—Sn$?,28nCl2,—Sulphuretted hydrogen 
is rapidly absorbed by bichloride of tin, with formation of hydrochloric 
acid gas: | 

‘ 38S8nCP? + 2HS = SnS?,28nCP + 2HCI. 


The liquid obtained by perfect saturation with sulphuretted hydrogen is 
transparent, of a yellowish or reddish colour, and heavier than water. 
When heated, it leaves bisulphide of tin, while the bichloride volatilizes, 
Water added to the liquid dissolves out the latter compound and throws 
down 25°07 per cent. of bisulphide of tin, (Dumas, J, Chim. Méd. 8, 478; 
also Schw. 66, 409.) 


K. Cunoripe or Sutpour AND Tin.—Produced by the action of 
chlorine gas on bisulphide of tin at ordinary temperatures: 


SnS? + 6Cl = SnCl? + 2SCI2. 
* \ 


A bulb is blown on a glass tube and filled with mosaic gold; a cylindrical 
enlargement is also blown on the tube, the end drawn out, and passed 
into a chloride of calcium tube, to keep out the moisture of the air, As 
soon as the dried chlorine gas passed into the bulb has decomposed the 
mosaic gold, the bulb is gently heated till the compound sublimes into 
the cylindrical enlargement; air is passed over it to drive out the excess 
of chlorine; and the cylinder sealed at both ends. Protosulphide of tin 
likewise yields this compound, mixed however with free bichloride 
. 78). 
ee: yellow crystals, which fuse when heated, and sublime without 
decomposition; they fume in the air more strongly than bichloride of 
tin.—The crystals dissolve gradually but completely in dilute nitric acid, 
with evolution of nitrous fumes; the solution contains stannic oxide, 
together with the whole of the sulphur in the form of sulphuric acid. 
With fuming nitric acid they form a thick white mass, perfectly soluble 
in water.—With water they form a solution which is milky from sepa- 
rated sulphur, but does not smell of sulphurous acid. The solution when 
boiled yields a deposit of stannic oxide soluble in hydrochloric acid; with - 
hydrosulphuric acid it forms bisulphide of tin, and the filtered liquid 
treated with chloride of barium yields sulphate of baryta. With nitrate 
of silver-oxide, it yields a white curdy precipitate, which contains hypo- 
sulphite of silyer-oxide, together with chloride of silver, and therefore 
turns black. Hence it appears that the aqueous solution contains 
bichloride of tin, sulphuric acid, hyposulphurous acid, and hydrochloric 
acid. [But whence the precipitation of stannic oxide on boiling ?]— 
Aqueous ammonia separates sulphur and part of the stannic oxide from 
the crystals, but takes up a large proportion of the stannic oxide, together 
with hyposulphurous, sulphuric, and hydrochloric acid.—The crystals 
absorb ammoniacal gas with great evolution of heat, and are converted 
into a yellowish- brown mass; and when this mass is digested in water, 
the whole of the stannic oxide is left undissolyed together with sulphur 
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Bichloride of tin may likewise be mixed with dichloride of sulphur, 
and forms crystals with it in the cold. (H. Rose, Pogg. 16, 67.) 


I, SunpHate or Stannio CutoripE.—Bichloride of tin absorbs the 
vapour of anhydrous sulphuric acid in large quantity, and without evolu- 
tion of sulphurous acid, and when perfectly saturated with it, solidifies in 
a transparent and colourless mass. It dissolves clearly in a small quantity 
of water, with milky turbidity in a larger quantity. , 

On distilling this mass, a colourless syrup (a) passes over and hardens 
into a transparent, colourless, brittle mass; a white mealy sublimate 6 col- 
lects in the neck of the retort; and an unfused mass (c) remains in the retort. 

a. The brittle mass forms with water a very turbid solution containing 
stannic oxide, hydrochloric acid, and sulphuric acid, with separation of 
white flakes mixed with heavy oily “drops; these dissolve but slowly 
in water, as sulphate of terchloride-of-sulphur; the flakes which remain 
behind dissolve readily in hydrochloric, sulphuric, or nitric acid. 


@ = 6(SnCP, Sn0?) + 5(SCI5, 580°). 


: Or: H. Rose. 
GSnCPwn, 7783'S oe 27°43 128m. 708'0 ... 24°93 w. 25°07 
6Sn0? ..,.,.... 450°0 .. 15°85 308) eee 4800 ... 16°90 ;... 17°40 
re... 6110 .. 21°51 OFC) oe 955°8 ... 33°66 ... 33°96 
25803 we 1000'0 ... 35°21 870%. 696°0 .... 24°51 
2839°8 ... 10000 ss 2839°8 .... 100°00 


Sometimes the compound contains less (SnCI’, SnO?), and in that case 
it dissolves in water with little or no turbidity. 
b. The mealy sublimate contains less quintosulphate of chloride-of- 


sulphur than @, and therefore forms no oil-drops or only a few, when put 
into water, 


ce. The residue in the retort, after being sufficiently heated, con- 
tains nothing but stannic oxide with sulphuric acid. The large quantity 
of stannic oxide arises from the simultaneous formation of terchloride 
of ok, from the sulphur of the sulphuric acid. (H. Rose, Pogg.. 
44, 320. 


@ M. Iopocutoripe or Tin.—SnCl, SnI.—When a concentrated 
solution of stannous chloride is boiled with iodine, a deposit of stannous 
iodide is formed, and the liquid, after filtration and cooling, yields straw- 
yellow, silky crystals of the iodochloride.—These crystals are decom- 
posed by contact with water; they are not volatile. They contain 12°63 
per cent. of chlorine, 45°86 iodine, and 42°16 tin. (Henry, Phil. Trans. 
1845, 363.) T ! . iets Heats 
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TIN AND FLUORINE. 


HYDRATED PROTOFLUORIDE OF TIN, or HYDROFLUATE OF STANNOUS 
Ox1pz.—Aqueous hydrofluoric acid, even when warmed, has no sensible 
action upon tin. The solution of stannous oxide in aqueous hydrofluoric 
acid, when evaporated out of contact of air, yields small, white, very 
brilliant crystals, which have a very sour taste, and are easily soluble 
in water. (Gay-Lussac & Thénard.)—Opaque prisms which taste first 
sweet and then bitter; and when exposed to the air, are readily converted 
by oxidation into SnF?,SnO* (Berzelius, Pogg. 1, 84.) According to 
Unverdorben (1. 7r. 1, 36), hydrofluate of ammonia gives, with hydro- 
chlorate of stannous oxide, a precipitate consisting of glimmering, metal- 
shining lamine, soluble in dilute potash. 


B. Aqueous Biriuortwe oF Tin, or HyDROFLUATE oF STANNIC 
Ox1pE.—Aqueous hydrofluoric acid forms with stannic oxide a solution, 
which, when evaporated, gives off hydrofluoric acid, and is converted into 
an insoluble (basic ?) salt. (Gay-Lussac & Thénard,) The solution when 
boiled coagulates like white of egg. (Berzelius.) . | 


Tin AND NITROGEN. 


A. NITRATE oF STANNoUS OxIDE, or Stannous NitraTe.—l. Very 
dilute nitric acid, at ordinary temperatures, dissolves tin in the form of 
stannous oxide, the action being attended, not with evolution of nitrous 
gas, but with formation of ammonia. (Proust.)—2. By dissolving hydrated 
stannous oxide in dilute nitric acid, a salt is obtained not mixed with 
“nitrate of ammonia. (Berzelius.)—3. By precipitating protochloride of 
tin with nitrate of lead, and: filtering to separate the chloride of lead. 
The solution is less liable to change, if mixed with excess of nitrate of 
lead. (Fischer, Schw. 56, 360.)—Yellow solution, which if left to itself for - 
some time, deposits a small portion of stannous oxide (gelatinous hydrate 
of stannous oxide, according to Berzelius), but if heated with fresh nitric 
acid, deposits the whole of the tin in the form of stannic oxide [anomalous 
hydrate of that oxide]. (Proust.) 


B, Nirrate or Stannic Ox1pe, or Stannic Nitrate.—The ordinary 
hydrate of stannic oxide dissolves abundantly in nitric acid, and neutra- 
lizes it completely. The solution has a bitter taste. If the acid used is 
rather strong, a portion of the salt separates from it in silky crystals.— 
At 50°, it deposits nearly all the oxide in the hydrated state, in gelatinous 
lumps, which dry up to a transparent and colourless mass; the oxide thus 
obtained behaves like ordinary hydrate of stannic oxide, excepting that 
it will not again dissolve freely in nitric acid, unless it be previously 
treated with ammonia. Ifthe solution contains nitrate of ammonia, it 
does not decompose at ordinary temperatures; if it does not contain that 
substance, and especially if it be much diluted, it deposits stannic oxide, | 
which, however, disappears again on the addition of nitrate of ammonia. 
(Berzelius. ) 

The anomalous hydrate of stannic oxide is completely insoluble 

in nitric acid, even if previously digested in ammonia. (Berzelius.) 
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_ ©. Nrrrtc Oxipe wirn Srannic Cutoriwe.—Crystalline; easy to 
distil; decomposible by water. (Kuhlmann,) 


Hydrated stannous oxide is nearly insoluble in aqueous ammonia. 
(Berzelius, Pogg. 28, 444.)—In a large quantity of carbonate of ammonia, 
it dissolves almost completely. (Wittstein, Repert. 63, 334.) 


D. Stannave or AmmonrA.—l. The ordinary hydrate of stannic acid 
dissolyes in aqueous ammonia. ‘The saturated solution evaporated over 
oil of vitriol in a receiver containing air leaves a yellowish jelly, contain- 
ing NH*O,2Sn0’, together with water. (Moberg.)—2. Aqueous stannate 
of potash precipitates stannate of ammonia from a solution of sal- 
ammoniac. The gelatinous precipitate dissolves in pure water, but is 
reprecipitated by ammonia. The aqueous solution, when spontaneously 
evaporated, becomes viscid, but does not lose its transparency. (Berzelius.) 
—The anomalous hydrate of stannic oxide does not dissolve in ammonia. 


KE. SULPHOSTANNATE oF AMMONIUM.—By dissolving hydrated stannic 
oxide in aqueous bihydrosulphate of ammonia.—No stannate of ammonia 
is thereby produced. (Berzelius.) 1 


F. AMMONIO-PROTIODIDE oF Tin.—100 parts of stannous iodide 
absorb 20°9 parts of ammonia, evolving heat, and forming a white 
compound, (Rammelsberg, Pogg. 48, 169.) ; 
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G. IopostanniTE or AMMoniuM.—By precipitating tolerably concen- 
trated hydrochlorate of stannous oxide with hydriodate of ammonia.— 
Greenish-yellow needles, decomposed by water, with separation of red 
iodide of tin, (P. Boullay.) : 


Dried. Boullay. 


WHEE Sf S oh es CBO spin 29-02 
Tok Peg tee © eer aee 370 AE-Ggiih ahlign, 70°98 
INTE Sul cone bls) eo 100-007 100°00 


H. AMMONIO-PROTOCHLORIDE oF T1n.—2 At. protochloride of tin 
absorb, when heated, 1 At.:ammoniacal gas. (Persoz.) 


: I. AMMONIO-BICHLORIDE OF Tin.—The fuming spirit of Libavius 
& absorbs ammoniacal gas at ordinary temperatures, causing evolution of 
heat. (H. Davy.)—The solid mass, as it forms, must be assiduously 
pulverized, and again exposed to the ammoniacal gas, if we would 
ensure its complete saturation. ‘(H. Rose.) The white mass may be 
sublimed without decomposition (even in hydrogen gas: H. Hose), and 
when heated in the air, evaporates in white pungent fumes. (H. 
Davy.) When dissolved in water it reddens litmus strongly. (Grou- 
velle.) After sublimation, it is crystalline and has a somewhat yellowish 
white tint. When heated with sodium, it emits a brilliant violet light, 
and is resolved into granules of tin, chloride of sodium, and ammoniacal 
gas. It dissolves completely in cold water (Grouvelle, H. Rose), 
only that which has not been sublimed forming a turbid solution. 
The solution, if evaporated in vacuo over oil of vitriol, leaves the unde- 


composed compound in the form of a mass of crystals, which sublime 
without decomposition, But if the cold solution (which gives no tur- 
_ bidity with ammonia) be heated, or left to itself for a few days, it deposits 
a jelly. Sulphuric acid likewise gives a gelatinous precipitate, soluble in 
a larger quantity of water. ‘The same character is exhibited by aqueous 
bichloride of tin, to which a small quantity of ammonia has been added. 
The compound is not altered by phosphuretted hydrogen gas in the cold; 
when heated, it gives off ammonia and turns red on the surface, probably 
from formation of a. small quantity of chlorostannate of phosphuretted 
hydrogen. (H. Rose, Pogg. 24, 163.) nee 
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The unsublimed compound yields a larger quantity of ammonia, 
because free ammonia adheres to it. (H. Rose.) According to Grotvelle 
_and Persoz (Ann. Chim. Phys. 44, 322), the compound =2NH?,SnCl’, 


K, CutorostannitE or AMMoniuM.—This is the residue obtained 
when tin-filings are heated with sal-ammoniac, ammonia and hydrogen 
gas being evolved; at a higher temperature it sublimes. (Proust, V. Gehl. 
1, 249; Berzelius.) Regular octohedrons, which are permanent in the 
air, and redden litmus; their solution in water becomes turbid on boiling. 
(Apjohn.) : 
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7 Poggiale (Compt. rend. 20, 1180) has formed a compound con- 
taining 2NH*Cl, SnCl+3Aq; it crystallizes in needles grouped in tufts, 
permanent in the air and decomposed by water. 9 


_L. Canorostannate or AMMontum.—Pink Salt—1. Precipitated in 
the form of a white powder, on mixing concentrated solutions of bichloride 
of tin and sal-ammoniac. When a dilute mixture of the two solutions 
is slowly evaporated, the compound is deposited in small regular octo- 
hedrons and cubo-octohedrons. (Bolley, Ann. Pharm. 89,100.) It may 
also be obtained by mixing a solution of 40 parts of tin in aqua-regia 
with 35 parts of sal-ammoniac at 100°, evaporating to dryness, dissolving 
the perfectly dried residue, which amounts to 120 parts, in water, and 
leaving the solution to crystallize. (Wittstein, Repert. 64, '7.)—2. Sub- 
limes in transparent octohedrons during the preparation of mosaic gold 
with tin, sal-ammoniac, and sulphur, and may be purified by solution, 
filtration, and crystallization. (Gm.) The crystals decrepitate when 
heated, then avilek bichloride of tin, and afterwards sublime in white 
lamine. (Wittstein.) Dissolyes in 3 parts of water at 14°5°. The con- 
-centrated solution does not decompose on boiling; the dilute solution, 
when boiled, deposits the whole of the stannic oxide in white flakes, 
(Bolley.) (he HK | gE 
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M. Hyprocutorats and STAnnitH of AmMmontA.—By supersatu- 
rating aqueous protochloride of tin with ammonia till the precipitated 
stannous oxide is redissolved, and evaporating the solution in vacuo, this 
compound is obtained in crystals. (Berzelius.) , 


N, Nitrate or Stannic OxipE and AmmontA.—Nitrate of ammonia 
increases the solubility of stannic oxide in nitric acid; hence it is easier 
to dissolve tin without precipitation in nitric acid containing nitrate 
of ammonia, (Vid, Witrate of Stannic Oxide, p. 92; also Ann. Chim. 
42, 218.) | 


Tin AND Porasstvm, 


A. Attoy oF Tin AnD Potassitum.—a. Seven volumes of tin-filings 
unite with 2 volumes of potassium, with faint incandescence, and form an 
alloy, which is somewhat less white than tin, brittle, of fine-grained 
fracture, and easily fusible. Oxidizes quickly in the air, effervesces with 
water, and still more with aqueous acids.—d. With a larger quantity of 
potassium an alloy is obtained, which often, especially during pulveriza- 
tion, takes fire in the air. (Gay-Lussac & Thénard.)—c. When granulated 
tin is ignited with cream of tartar, or 100 parts of stannic oxide with 
60 parts of tartar carbonized by roasting, and 8 parts of lamp-black 
(with 16 lamp-black a pyrophorus is formed), the tin takes up a small 
quantity of potassium, so that when thrown into water, it slowly evolves 
hydrogen gas. (Serullus, Ann. Chim. Phys. 21, 200.) 


B, Srannite or Porasu.—Hydrated stannous oxide dissolves readily 
in caustic potash. The solution is resolved, especially when heated, into 
crystallized tin and stannate of potash. (Proust.) Zine separates the tin 
from it in soft lamin. (Klaproth.) When solution of potash is com- 
pletely saturated with hydrate of stannous oxide, and then left to 
evaporate in vacuo, the potash, at a certain degree of concentration, 
withdraws'the water from the hydrated oxide, which thereupon becomes 
insoluble and falls to the bottom. (Fremy.) 


C. Srannate oF Potasu.—a. Ordinary.—a. Monostannate.—1. By 
fusing stannic oxide or either of its hydrates with hydrate or carbonate 
of potash. If the fusion with carbonate of potash be interrupted before 
the carbonic acid is completely expelled, the same effect is produced as 
with titanic acid and carbonate of potash. (III. 484; H. Rose.) The 
fused mass generally contains an excess of potash.—2. By dissolving 
stannic oxide, or the ordinary or anomalous hydrate in hot, strong potash- 
ley. The solution saturated with hydrated stannic oxide and then 
evaporated in vacuo over oil of vitriol to a considerable degree of con- 
centration, yields colourless, shining, oblique rhombic prisms, whose very 
acute lateral edges are often truncated; they have a caustic alkaline 
taste, do not deliquesce in the air, but absorb carbonic acid from it, 
Easily soluble in water whether hot or cold. (Moberg, Berz. Jahresber, 
22, 142; Ber. uber d. Versamml. d. Naturf. mm Prag. 1837.) The 
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crystals turn red when heated, but do not melt. (Proust.) Lead immersed 
in the aqueous solution precipitates the whole of the tin. (Fischer, Pogg. 
9, 263.) Copper in contact with tin is quickly tinned by the solution. 
(Bottger, Ann. Pharm. 89,171.) Alcohol added to the solution preci- 
pitates the salt 8.—T Ordinary stannate of potash does not lose its 
solubility in water by ignition; acids added to the solution of the ignited 
salt, throw down stannic acid, perfectly-soluble in nitric acid. (Fremy.) VT 


Anhydrous. Crystallized. Moberg. 
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B. Acid Salt.—1. By precipitating the aqueous solution of a with 
alcohol.—2. When stannic salt is precipitated by carbonate of potash, 
hydrated stannic oxide containing potash is precipitated; and this, after 
the saline solution has been removed by decantation, dissolves in pure 
water, forming a milky liquid, which gives a precipitate with carbonate 
of potash. (Berzelius. ) : 


b. Anomalous.—Fremy’s Metastannate of Potash.—When the ano- 
malous hydrate of stannic oxide is boiled with a very dilute solution of 
_ potash, a solution is formed, containing 16 parts of stannic oxide to 
1 part of potash. The liquid, which appears bluish-white and opalescent 
by reflected, and deep yellow by transmitted light, becomes gelatinous on 
evaporation, and afterwards dries up to a deep yellow substance, which 
re-dissolyes when treated with water. This substance is resolved b 
ignition into insoluble stannic oxide and a compound:of potash with a 
small quantity of stannic oxide, which may be extracted by water. 
(Berzelius.) The anomalous hydrate dissolves imperfectly in aqueous 
potash, and, when the solution is left to itself for some time, partly 
separates out again. It does not dissolve in aqueous carbonate of potash. 
(H. Rose, Anal. Chem.) “I Fremy prepares metastaunate of potash by 
dissolving metastannic acid (p. 73) in dilute potash-ley and adding solid 
caustic potash, whereupon the compound separates in the form of a white 
granular precipitate. This precipitate, when dried upon a porous porce- 
lain] plate, becomes resinous and translucent; it dissolves completely in 
water, forming an alkaline liquid which cannot be made to crystallize 
by evaporation, but on the addition of an acid, yields a precipitate of 
metastannic acid insoluble in nitric acid. Metastannate of potash, when 
heated with excess of caustic potash or left in contact with it for several 
days, is converted into stannate of potash. By ignition it is dehydrated 
and decomposed. From the ignited salt, water extracts potash and only 
a small quantity of metastannic acid; 100 parts of the salt, after 
ignition and treatment with water, yield 79 parts of metastannic acid. 
Fremy assigns to this salt the formula KO,Sn°0"+4HO. (WY. Ann. Chim. , 
Phys. 23, 393.) % | 


D. SULPHOSTANNATE OF Porass1uM.—KS,SnS*.—By dissolving anhy- 
drous or hydrated bisulphide of tin in hydrosulphate of potash. If the 
bihydrosulphate be used, the second atom of hydrosulphuric acid is given 
off with effervescence; if the sulphide of tin is anhydrous, a boiling 
heat is required to insure saturation. Caustic potash with bisulphide of 
tin yields the same solution, likewise, however, containing stannate of 
potash. . 


CHLOROSTANNATE OF POTASSIUM. oe 


3SnS? + 3KO = 2/KS, SnS%) + KO, Sn0?. 


Pale yellow liquid. When digested with .excess of hydrated bisulphide 
of tin, it converts the latter into sesquisulphide, tin being deposited and 
sulphur dissolved, and a solution of polysulphide of potassium formed. 
Acids added to the solution of sulphostannate of potassium evolve hydro- 
‘sulphuric acid and precipitate bisulphide of tin: 


KS, SnS? + HO + S03 = KO,SO?+ SnS?+ HS. 


For every 2°12 parts of bisulphide of tin (in the anhydrous state) which 
hydrochloric acid throws down from the liquid, there are formed 1:63 
parts of chloride of potassium. Alcohol added to the yellow solution 
throws down a more.concentrated solution of the same compound, in the 
form of a light yellow thickish liquid. (Berzelius.) 


EK. IopostaNnNnirr or Potasstum.—Concentrated solutions of proto- 
chloride of tin and iodide of potassium solidify when mixed, in conse- 
quence of the formation of yellowish silky needles; the same may be 
obtained, but in a finer state of crystallization, from a solution in hot 
alcohol. When chlorine gas is passed over the anhydrous salt, the tin 
burns with emission of light and forms bichloride of tin, leaving a 


residue of chloride of potassium. A small quantity of water withdraws 


iodide of potassium from the salt; the remaining iodide dissolves on the 
addition of more water. The compound dissolves in hot alcohol, leaving 
but a small quantity of iodide of tin behind, and the solution yields 
crystals on cooling. (P. Boullay.) 


Or: Boullay. 
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F. CHLOROsTANNITE oF Potasstum.—2KC1;SnC1+3HO. Needles. 
(Poggiale.) 


G. CHLOROSTANNATE OF Potass1uM.—By evaporating aqueous bichlo- 
ride of tin with chloride of potassium. Jacquelain (Ann. Chim. Phys. 
66, 130) dissolves equal numbers of atoms of chloride of potassium and 
bichloride of tin in water. Wittstein (Mepert. 64, 7) adds 5 parts of 
chloride of potassium to a solution of 4 parts of tin in aqua-regia, or fuses 
1 At. anomalous hydrate of stannic oxide in a silver crucible with 1 At. 
hydrate of potash, and dissolves in hydrochloric acid. Bolley (Ann. 
Pharm. 39, 100) mixes dilute hydrochlorate of stannic oxide with excess 
of chloride of potassium.—Regular octohedrons (Bolley, Wittstein); 
rhombohedrons (Jacquelain). The crystals, which are permanent in the 
air, decrepitate when heated, give off bichloride of tin, and leave chloride 
‘of potassium mixed with a small quantity of stannic oxide (Bolley), or 
chloride (Wittstein). 


Jacquelain, Or: Bolley. 
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H. HyprocuLoratE AND STANNITE OF Potasu.—The liquid obtained 
by supersaturating hydrochlorate of stannous oxide with potash till the 
precipitate is re-dissolved, yields crystals when evaporated in vacuo. 
(Berzelius. ) 


TIN AND SODIUM. 


A. Autoy or Tin Anp Soprum.—Four volumes of tin-filings unite 
with 1 volume of sodium at the melting point of tin—the combination 
being attended with evolution of light and heat—and form a white, 
very brittle, fine-grained alloy, which oxidizes in the air, and effervesces 
with water and with aqueous acids. (Gay-Lussac & Thénard.) The alloy 
may likewise be formed by igniting tin with charred soap. (Serullus.) 


B. STANNITE OF SopA.—Hydrated stannous oxide dissolves in aqueous 
solution of soda. 


C. StannatE or Sopa.—a. Ordinary.—Solution of soda saturated 
with ordinary hydrate of stannic oxide yields—though not without diffi- 
culty—-six-sided tabular crystals, which are lighter than the potash-salt 
and soluble in water. (Moberg.) 


Anhydrous. | Crystallized. Moberg. 
ys RO te a8 Ae INaU oigiens G12. en oO ee tee eae 
POP ct citiies sak 75°0 SAO? 2..ui 75°0) ... SHIP asa 

SHO 2432 27°0 inc 22ers 
NaO,Sn07........ 106°2 $ BAG coseose 133°2°~ 2... 200-00" Teer 


If hydrochlorate of stannous oxide be precipitated at a temperature 
above 40° with excess of carbonate of soda, the filtrate, on cooling, 
deposits a compound, which effervesces with acids: after being washed, 
and is therefore probably a carbonate of stannous oxide and soda. (Ley- 
kauf, Je pr. Chem. 21, 317.)—. 6. Metastannate-—Obtained by the 
action of concentrated soda-ley on metastannic acid. The salt is very 
difficultly soluble in water, white, granular, and crystalline. It is resolved 
at 60° (or at a boiling heat, if in solution) into metastannic acid and 


soda. Its composition appears to be: NaO,Sn'O+4Aq. (Fremy.) 7. 


D. SunpmostanNATE oF Sop1um.—Similar to the potassium-com- 
pound. (Berzelius.) 


K. IopostannitE oF Sopium.—When a solution of iodide of sodium 
in concentrated hydrochlorate of stannous oxide is left to stand for some 
hours, it first deposits iodide of tin, and then pale yellow crystals of the 

iodostannite, decomposible by water. (P. Boullay.) 


F, CuHLorostaNNATE oF Soprum.—By evaporating a mixture of 
bichloride of tin and common salt. According to Wittstein, 1 part of 
common salt with 1 part of tin dissolved in aqua-regia; or 1 At. anomalous 
hydrate of stannic oxide fused with 1 At. hydrate of soda, and dissolved 
in hydrochloric acid. Anhydrous, deliquescent cubes, which, when ignited, 
leave common salt with a small quantity of chloride of tin. (Wittstein.) 
Rhombic lamin, which are permanent in cold air, effloresce in warm air, 
give off 12 or 18 per cent. of water at 100, and the chloride of tin at 
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a red heat. (Bolley.) It remains to be determined by analysis, whether 
the salts obtained by Wittstein and by Bolley differ in anything besides 


their quantity of water. Lewy has formed a compound containing 
NaCl,SnC?+5 Aq. : 


G. HyprocunoraTE AND STANNITE OF Sopa.—Analogous to the 
potash-compound. Delicate needles. (Berzelius.) 


Tin anp BARIUM. 


By heating tin to whiteness with baryta, strontia or lime, and charcoal, Gay- 


Lussac and Thénard did not succeed in forming alloys of tin with the metals of these 
alkalis. 


A. STANNATE oF Baryta.—Precipitated on mixing baryta-water or 
a baryta-salt with aqueous stannate of potash. The precipitate produced 
by baryta-water contains 20-9 (1 At.) baryta to 79°1 (4 At.) stannic acid. 
(Berzelius.) Moberg, by precipitating chloride of barium with stannate 
of potash, obtained a heavy white powder= BaO,SnO?+ 6 Aq. 


B. SvuLPHosTANNATE oF Barium.—Sulphostannate of potassium 


forms with baryta-salts, a light yellow precipitate soluble in water. 
(Berzelius.) 


C. IopostanniTE oF Baritum.—By dissolving stannous iodide in 
aqueous iodide of barium. Very soluble salt. (P. Boullay.) 


7. D. CutorostanniTE oF Bartum.—BaCl,SnCl+4 Aq. Prepared 


by Poggiale. 


E. CHLOROSTANNATE OF Barium.—BaClSnCl?+5 Aq. Prepared by 
Lewy. bm ; 


F. Hyprocniorate anD Srannitp oF Baryta.—Analogous to the 
potash-compound, 


Tin AND STRONTIUM. 


_ A. Stannate or Strontia.—By precipitating stannate of potash 
with strontia-water or a strontia-salt. 


B. SuLPHOSTANNATE oF StrontiuM.—A3s with barium. 
C. IopostannitE oF StrontiIum.—As with barium. 


7. D. Cuiorostannite or Strontium, —SrCl,S8n01+4 Aq.—Pre- 
pared by Poggiale. 


E. CHLOROSTANNATE OF Strontium.—SrCl,SnCl?+5 Agq.—Prepared 
by Lewy. 7. ; | 


F, Hyprocutorste AND Srannite oF Srrontra.—Analogous to the 
potash-compound. Delicate needles. (Berzelius.) a 
H 


‘fr. 


100 ; | TIN. ae, | a 


Tin AND Catcium. 


A. Srannate or Limr.— Slowly precipitated when a lime-salt is 
mixed with stannate of potash. Contains CaO0,Sn0?+4 Aq. (Moberg.) 


B. SuLPHOSTANNATE OF CaLciumM.—Analogous to the barium 
compound, 


Tin and MAGNESIUM. 


A. StannatE oF Macnesta.—Stannate of potash precipitates from 
magnesia-salts a magma, which stops up the filter and cannot be washed. 
(Moberg.) 


7. B. CutorosTanNaTE oF Magnestum.—MgCl,SnCl?+5 Aq. Pre- 
pared by Lewy. 4. 


C. HyprocHLoraTE AND STANNITE OF Magnesia.—Similar to the 
potash-salt. Deliquescent. 


Tin AND SILICIUM. 


A. Stzicipz or Tin.—Tin fuses with silicium before the blowpipe, 
forming a ductile alloy, which, when dissolved in acids, leaves a small 
quantity of silica. (Berzelius, Pogg. 1, 220.) 

Quadrosilicate of soda precipitates bichloride of tin, but not the pro- 
tochloride. (Walcker.) 


B. Stnico-FLuoRIDE oF Tin.—Long prisms, very easily soluble in 
water. On evaporating the solution in the air, the stannous oxide is 
converted into stannic oxide, and is precipitated in combination with 
silica. (Berzelius.) According to Berzelius (Pogg. 1, 200), this salt con- 
tains protofluoride of tin ; according to Berzelius’s Lehrbuch (4, 582), on 
the contrary (writing the formula in accordance with the numbers 
adopted in this Hand-book), it is SnF?,Sik’. 


Tin AND TUNGSTEN. 


A. TuNGsTaTE oF STaNNous OxipE, or STaNNous TuNnGsTATE.— 


 Monotungstate of potash added to hydrochlorate of stannous oxide throws 


down a yellow powder, which gives off water and turns brown when 
heated, and bakes together at a red heat. Hydrochloric acid extracts 


* from the powder the stannous oxide, which then converts the separated 


tungstic acid into blue oxide. The salt dissolves in oxalic acid and in 
potash, slowly in boiling phosphoric acid, and not at allin water. (Anthon, 
J. pr. Chem. 9, 341.) 
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B. Srannovs SuLPHOTUNGSTATE. —SnS,WS*.—Voluminous brown 
flakes. (Berzelius. ) 


C. Stannic SULPHOTUNGSTATE.—SnS$’,WS*.—Greyish-yellow flakes, 
(Berzelius. ) 


Tin AND MoLYBDENUM. 


A. MotysBpATE of Stannic Oxipk, or Stannic MotysppaTEe.—Grey 
powder, insoluble in water, but soluble in dilute hydrochloric acid with a 
blue, in concentrated hydrochloric acid with a green, and in aqueous 
potash with a brown colour; not altered by nitric acid. (Berzelius.) The 
blue precipitate, obtained by mixing an alkaline molybdate with stannous 
hydrochlorate, or by placing tin in contact with molybdic acid, water, — 
and a very small quantity of hydrochloric acid—Richter’s Blue Carmine, 
which was regarded by Bucholz asa molybdanite of stannic oxide—is, 
according to Berzelius, nothing more than a mixture of stannic molybdate 
and blue oxide of molybdenum. 


B. Srannous SULPHOMOLYBDATE.—Formed by precipitating a stan- 
nous salt, Black precipitate. 


; C. Srannic SULPHOMOLYBDATE.—By precipitating a stannic salt. 
The translucent brown precipitate becomes brownish-grey on drying. 


D. STANNoUS PERSULPHOMOLYBDATE. — Hydrochlorate of stannous 
oxide is completely precipitated by an aqueous solution of the potassium- 
salt. The dark brown precipitate, when immersed in the liquid and 
exposed to the air, is converted into E, and dissolves gradually, forming 
a-red solution. 


KE. Stannic PERSULPHOMOLYBDATE.—Red precipitate, slightly soluble 
in water, in which it forms a red solution; hence, when it is precipitated, 
a portion remains dissolved. (Berzelius, Pogg. 7,'287.) 


Alkaline Vanadiates give no precipitates with tin-salts. The yellow mixture of 
vanadiate of ammonia with hydrochlorate of stannous oxide loses its colour after a while; 
the mixture of vanadiate of ammonia with hydrochlorate of stannic oxide remains 
yellow. (Berzelius.) 


TIN AND CHROMIUM. 


A. Stannate of Chromic Oxide ?—a. By heating chromate of stan- 
nic oxide to bright redness, a dark violet mass is obtained, which 
communicates to glazings a variety of tints, from rose-red to violet, 
(Leykauf, J. pr. Chem. 19, 127.) —6. Hyper-acid Salt. — Mineral lac, — 
Lacque minérale. 50 parts of stannic oxide very strongly ignited with 
1 part of chromic oxide, yield a mass consisting of fine crystals and 
vitreous globules, of beautiful and very durable colour.—c. Hyperacid 
Salt containing Stannate of Lime. — Pink-colour. — 100 parts of stannic 
oxide are strongly ignited for some hours with 34 parts of chalk and 
from 1 to 13 pt. chromic oxide, or 3 to 4 chromate of potash (perhaps 
also with the addition of 1 part silica and 1 part alumina). The dingy- 
red mass is washed with water containing hydrochloric acid, and thereby 
acquires a beautiful rose-red colour. It is soluble in rather strong hydro- 
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chloric acid, which is not the case with mineral lac; it is used to pro- 


duce a red colour on Fayence. (Malaguti, Ann. Chim. Phys. 61, 433.)— 


d. Hydrated ?—Monochromate of potash added to hydrochlorate of stan- 
nous oxide throws down a green mixture of chromic oxide and stannic 
oxide. (Grouvelle.) 7 : 


B. Curomate or STannous Oxipp.—When hydrochlorate of stan- 


nous oxide is added to chromate of potash, the latter being in excess and 
the liquid agitated, chromate of stannous oxide is precipitated in yellow, 


eurdy flocks. (Berzelius.) On the contrary, when dilute chromate of 
potash is added by small portions at a time, and with constant agitation, 
to hydrochlorate of stannous oxide, a greenish-white precipitate is pro- 
duced, probably consisting of stannate of chromic oxide. If the tin- 
solution contains free acid, the whole remains dissolved, forming a green 
solution. | 


C. CuroMatE oT Stannic Ox1pE.—Bi-hydrochlorate of stannic oxide, 
not containing any further excess of acid, forms a yellow precipitate 


with chromate of potash. The liquid above the precipitate acquires an — 


orange-yellow colour, in consequence of the liberation of chromic acid. 
—The precipitate, after drying, is brownish-yellow and_ translucent, 


and is converted by ignition into violet-coloured stannate of chromic 


oxide. 


- 


TIN AND MANGANESE, 


Srannats or Manaanovus OxipE.—White powder, which gradually 
becomes dark brown by exposure to the air. (Berzelius.) According to 


_Moberg, it acquires a yellow colour. . 
Permanganate of potash gives no precipitate with hydrochlorate of 


stannic oxide. (Fromherz.) 


Tin AND ARSENIC. 


A. ArsENrpE or Tin.—1. When pulverized arsenic is stirred about 


in melted tin, combination takes place, attended with evolution of hght 


and heat. (Gehlen, A. Vogel.)—2. By heating tin with arsenious acid. 
(Gehlen.)—White, sonorous, and brittle, if the tin be not in too great 


excess; of laminar texture, and less fusible than tin. — Gives off its 


arsenic when fused in an open vessel. With hydrochloric acid it evolves 
arseniuretted hydrogen gas.——When it is dissolved in hydrochloric acid, 
there remains a-black compound of tin with excess of arsenic, which 
gives off its arsenic when ignited, and then dissolves again in acids. An 
alloy containing excess of arsenic is not attacked by hydrochloric acid. 


(Soubeiran.) 


B. Arsenite of Stannic Oxide or Arseniate of Stannous Oaide?— 
1. Arsenic acid with acetate of stannous oxide, or arseniate of potash with 
hydrochlorate of stannous oxide, forms a white precipitate, insoluble in 
water.——2. Tin dissolves in aqueous arsenic acid—arseniuretted hydrogen 


_ being evolved—and forms a gelatinous mass. (Scheele.) 


©. Srannous. SuLpHARsENITE, — By precipitating hydroehlorate. of 


‘stannous oxide with a saturated solution of orpiment in hydrosulphate of 
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soda, The dark brown precipitate does not fuse when heated, but gives 
off part of its*orpiment, and leaves a grey, metallic, porous mass. 


D. Stannic SULPHARSENITE.—The yellow, gummy precipitate ob- 
tained with hydrochlorate of stannic oxide, becomes orange-yellow on 
drying, yields a powder of a fine yellow colour, and behaves like C 
when heated. (Berzelius, Pogg. 7, 147.) 


EH. Srannovs SuLPHARSENIATE.—Both the bibasic and the terbasic 
sulpharsenite of sodium give dark chestnut-brown precipitates with 
hydrochlorate of stannous oxide. - 


F. Stannic SULPHARSENIATE.—Both the bibasic and terbasic sodium- 
salts form, with hydrochlorate of stannic oxide, pale yellow, gummy pre- 


cipitates, which stop up the filter, and become orange-yellow on drying. 
(Berzelius, Pogg. 7, 28.) 


G. Bichloride of tin combines with terchloride of arsenic, the com- 
bination being attended with evolution of heat. (J. Davy.) 


TIn AND ANTIMONY. 


A. ANTIMONIDE or T1n.—Formed by fusing the two metals together 
—in which case the combination takes place without evolution of light 
and heat—or by fusing sulphide of antimony with excess of tin. 

a, 12 pts. tin to 1 antimony. The alloy called Pewter, used, for 
making vessels to hold liquids. 
| 6.10 pts. tin to 1 antimony. Perfectly ductile. (Chaudet.) 

_. ¢ 7 pts. tin to 1 antimony. Produces a fine tone. (Kastner, Kastn. 

Arch. 19, 324.) 

d. 3 pts. tin to ] antimony. Less ductile than tin; sp. gr. 7-059. 
(Chaudet.) 


e. 1:5 pts. tin to 1 antimony. Brittle, less laminar than antimony. 
(Gehlen.) 

f. 1 pt. tin tol antimony. Extremely brittle; easily pulverized; sp. 
gr. 6°808. (Chaudet.) 

The ductile alloys are rendered brittle by the addition of a small 
quantity of lead. If the quantity of tin be not less than 9 times as 
great as that of the antimony, boiling hydrochloric acid extracts the 
whole of it (with evolution of antimoniuretted hydrogen’), and leaves the 
antimony in the form of a black powder. (Chaudet, Ann. Chim. Phys. 8, 
876; also V. Zr. 2, 1, 167.) , | 


B. ANTIMONIATE. OF Stannic OxipE.—When hydrochloric acid in 
_ which antimonie acid and stannic oxide are dissolved together, is diluted 
with water, the two metallic acids are precipitated in combination, and — 
the liquid loses nearly all the metal that it contained, (Thénard.)—If 
tin on the one hand, and antimony on the other, be heated with excess 
of nitric acid, till red fumes are no longer given off, and the two liquids 
be then mixed, the two white powders therein contained are converted 
into a yellow powder, with fresh evolution of nitrous vapours,—because 
the antimoniate of antimonic oxide [nitrate of antimonic oxide] formed 
from the antimony; becomes oxidized and converted into antimonic acid, 
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which then unites with the stannous oxide [stannic oxide]. (Levol, a 
NV. Ann. Chim. Phys. 1, 504; also J. pr. Chem. 24, 258.) ° . 


C. Srannous SuLPHANTIMONIATE. —Schlippe’s salt gives a dark 
brown precipitate with hydrochlorate of stannic oxide. (Rammelsberg.) 


TIN AND TELLURIUM. 
A. TELLURIDE oF Tin.—Tellurium fuses with tin. 


B. Stannovus SuLPHOTELLURITE.—The brown precipitate turns black 
on drying, and, when heated in a retort, gives off sulphur, and is con- 
verted into a grey mass haying the metallic lustre. 


C. Srannic SuLPHOTELLURITE.— The precipitate is dark brown, 
(Berzelius.) 


Tin AND BismMUTH, 


A. Attoys or Tn AnD Bismutu.—An alloy of 177 parts (3 At.) 
of tin and 213 parts (1 At.) of bismuth, when cooled from a state of 
fusion, exhibits but one solidifying point—inasmuch as it first cools 
regularly down to 143°, and then remains at that temperature for a con- 
siderable time, till the latent heat set free in the solidification of the 
alloy, has had time to escape. But all other alloys of these metals like- 
wise exhibit a higher solidifying point (which may be distinguished as 
the Point of Separation), inasmuch as the excess of the one or the other 
metal [or rather—since the point is variable—another definite alloy con- 
taining an excess of one of the two metals] solidifies first, and afterwards, 
at 143°, the hitherto fluid alloy containing Sn°Bi. The higher solidify- 
ing point, or point of separation, is 190° for Sn®Bi, 160° for Sn*Bi, 150° 
for Sn’Bi, 170° for Sn*Bi’, and 190° for SnBi. (Rudberg, Pogg. 18, 240.) 

a. 40 parts tin to 1 bismuth; perfectly ductile; the addition of 1 part 
of lead diminishes its extensibility. 

6. 25 parts of tin to 1 bismuth. Slightly ductile. (Chaudet.) 

- ¢. 8 parts tin to 1 bismuth. Fuses at 199°. (Lewis.) 

_ d. 8 parts tin to 1 bismuth. Pulverizable; of dull grey fracture, and 
specific gravity 7°776. Gives up all its tin with a small quantity of 
bismuth to heated hydrochloric acid. (Chaudet.) 

e. 2 parts tin to 1 bismuth. - Fuses at 166°. (Lewis.) 

f. 236 parts (4 At.) tin to 213 parts (1 At.) bismuth. Sp. gr. 8°085. 
(Regnault.) 

g. 1 part tin to 1 bismuth. Perfectly brittle; pulverizable; of fine- 
grained fracture; sp. gr. 8°345. (Chaudet.) Fuses at 138°. (Lewis.) 


_ Expands strongly in solidifying. (Marx.) With hydrochloric acid it 


behaves like d, (Chaudet, Ann. Chim. Phys. 5,142; also NW. Tr. 2, 2, 349.) - 
h. 177 pts. . At.) tin to 213 pts. (1 At.) bismuth. Fuses between 
131° and 187°. (Dobereiner, Kastn. Arch. 8, 90.) 
tz. 118 pts, (2 At.) tin to 213 pts. (1 At.) bismuth, Sp. gr. 8°759. 
- (Regnault.) +e 


B. AtLoy oF Antimony, BismuTH, AND T1n.—236 parts (4 At.) 
tin to 213 pts. (1 At.) bismuth, and 129 pts (1 At.) antimony. Sp. gr. 
7883 at 20°. (Regnault, Ann. Chim. Phys. 76, 186.) is 
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TIN AND ZINC. 


te Atioys or Tix AnD Z1nc.—These two metals fuse together with 
ease; the alloy is harder than either tin or zinc, and less extensible than 
tin. Sn°Zn has but one solidifying point, viz., at 204°. (Compare the 
observations made with reference to Bismuth and Tin. ) The other alloys 
exhibit in addition a higher solidifying point, which varies according to 
the nature of the alloy. (Rudberg.), 


Sn?Zn Sn®Zn Sn4Zn Sn?Zn Sn?Zn SnZn 
Variable point... 210°... witb AoE e depens id) SON Case) ROU bh coolant 
Fixed point ........ ma 8 B04 ew DOS” Wee BORO 2647 ee Oa 


B. STANNATE OF ZINC-oxXIDE.—Stannate of potash yields ,with zinc- 
salts, a white precipitate composed of ZnO,SnO?+-2Aq. (Moberg.) 


OtHerR Compounpns oF TIN. 


With Lead, Iron, Cobalt, Nickel, Copper, Mercury, Silver, Gold, 
Platinum, Palladium, and Iridium. As tin makes these metals brittle, it 
was called by the alchemists, Diabolus Metallorum. 


CHAPTER XXXI, 


LEAD, 


Bucholz. Lead-oxide and its salts. A. Gehl. 5, 258. 7 

Thomson. Oxides of lead. 4. Gehl. 4, 92. 

Berzelius. Gilb. 166 and 186; 46,131. Further: Schw. 7, 71. 

Winkelblech. Oxides of lead. Ann. Pharm. p-4Veba he also J. pr. Chem. 
10, 227. 

Bromeis. On the salts produced by the action of lead on the nitrate of 
lead-oxide. Ann. Pharm. 72, 38. 


SynonyMEs :—Blei, Plomb, Plumbum, Saturnus. 
HMistory.—Known from the earliest times. 


Sources.—In the metallic state ?—as red lead; as peroxide; as car- 
bonate, phosphate, sulphate, selenite, tungstate, molybdate, vanadiate, 


- chromate, and arseniate of lead-oxide; as aluminate of lead-oxide; as 


chloride of lead, sometimes united with oxide or carbonate; as selenide of 
lead; as sulphide of lead, either alone or associated with other metals, as 
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in Feather-ore, Zinkenite, Boulangerite, Plagionite, Jamesonite, Geocronite, 
_ Needle-ore, Kobellite, Bournonite, and Antimonial Copper-glance; as 
telluride of lead, sometimes associated with other metals, as in Foliated 
Tellurium and White Tellurium. Traces of lead have been found in sea- 
water (VV. Ann. Chim. Phys. 28, 129); in coal (Chem. Soc. Qu. J. 2, 1); 
and in the blood of animals (Jahresber. L. & K. I., 874). 


Preparation on the large scale.—1. Native carbonate of lead, or arti- 
ficially prepared lead-oxide, e.g. litharge, is fused in a smelting or a 
reverberatory furnace, in contact with charcoal, and often with the 
addition of lime.--2. Galena is freed from part of its sulphur by 
roasting, either in heaps, or on hearths, or in calcining furnaces, and the 
roasted ore, consisting of lead, lead-oxide, sulphate of lead-oxide, and 
undecomposed sulphide of lead, is fused in contact with charcoal, and 
- generally with addition of lime, in a smelting or a reverberatory furnace 
—whereby metallic lead and slags are’ produced, and mixed with 
them, a quantity of undecomposed galena (/eadstone), which is again 
roasted and fused. Or the unroasted galena is smelted in a furnace with 
iron, iron-cinder, or an ore of iron, whereby metallic lead, slags, and 
plumbiferous sulphide of iron are obtained; the latter is roasted and 
_ fused a second time. | 

The lead thus obtained from the ore, called Pig-lead (Werkble.), 
frequently contains gold and silver, to separate which it is oxidized on 
cupels, on which the gold and silver are left. The lead oxide thus 
obtained, called Litharge (Bleigldtte), is reduced as in (1)—the process is 
called the Refining of Litharge (das Glatte-Frischen)—and yields Refined 
Lead. . 


Purvjication.—1. Nitrate of lead-oxide purified by repeated crystal- 
lization is ignited in an earthen crucible to expel the nitric acid, and the 
resulting oxide reduced by charcoal.—2. Oxalate of lead-oxide ignited 
alone in a covered crucible yields lead free from charcoal. (Winkelblech.) 
3. Solution of sugar-of-lead is precipitated by sulphuric acid (in which 
process the acetic acid may likewise be obtained from it), and the sulphate 
of lead-oxide, after thorough washing, is strongly ignited in a covered, 
crucible with 2 At. charcoal (Berthier); 152 parts of lead-sulphate 
intimately mixed with 12 parts of charcoal powder. The same result 
may likewise be obtained by igniting at a lower temperature 8 parts of 
lead-sulphate with 4 parts of potash and 1 part of charcoal,—or, according 
_ to A. Werner (J. pr. Chem. 13, 191), 16 parts of lead-sulphate with 9 
parts of Chili-saltpetre, 4 of resin, and 4 of charcoal powder, till the 
mass, after deflagration, yields no more bubbles. 


Properties.—Crystallizes in regular octohedrons. Mongez obtained 
lead, by slow cooling, in four-sided pyramids; Braunsdorf (J. pr. Chem. 
1, 120) obtained well-defined octohedrons; and Marx (Schw. 57, 198), by 
allowing a considerable quantity of melted lead to cool till half of it 
solidified, then making a hole in the crust and pouring out the still fluid 
portion, obtained it in fern-like forms similar to those in which sal- 
ammoniac crystallizes. Specific gravity 11:3305 (Kupffer); 11-352 
(Brisson, Herepath); 11:358 (Morveau); 11:3888 (according to Karsten, 
when purified by method 1); 11:445, when in the utmost attainable state 
of purity (Berzelius). According to Morveau, the density of lead is 
rather diminished than increased by hammering, in consequence of the 
formation of cracks; if, however, the metal is preyented from expanding ~ 
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on either side, its density increases from 11°358 to 11°388. Lead is soft, 
very tough, and makes a mark on paper; it may easily be cut with a 
knife or rolled into plates, but not drawn into thin wires. By repeated 
fusion in an open vessel, it is rendered harder and more brittle, because 
it becomes mixed with oxide. (Cariolis, Ann. Chim. Phys. 44,103.) It 
has a bluish-grey colour and strong lustre. Fuses at 262° (Biot), at 282° 
(Newton), at 312° (Morveau), at 322° (Dalton, Crichton), at 325° 
(Rudberg), at 334° (Kupffer). Begins to volatilize at a very strong red 
heat, and boils at a white heat. | 
Atomic weight of Lead, 103°56, (Berzelius, Pogg. 19, 300.) 


Compounds of Lead. 
LEAD AND OXYGEN. 
A. Subouide of Lead? Pb*0. 


‘Remains when oxalate of lead-oxide is cautiously heated in a retort 
from which the air is excluded. (Dulong. Schw. 17, 229; Boussingault, 
Ann. Chim. Phys. 79, 108; also J. pr. Chem. 2, 162; Pelouze, Ann. 
Chim. Phys. 79, 108; also J. pr. Chem. 25, 486.) The retort must 
be heated in the oil-bath~to a temperature not exceeding 300°, the heat 
being continued as long as any gas is given off: the gas thus evolved isa 
mixture of 1 vol. carbonic oxide with 3 vol. carbonic acid, excepting 
towards the end of the operation, when, if the heat be somewhat increased 
in order to finish the decomposition, the gas evolved becomes somewhat 
richer in carbonic acid. (Pelouze.) The whole is suffered to cool before 
_the suboxide is removed. It forms a black powder, sometimes dull, 
sometimes having a velvety lustre. (Pelouze.) It contains no metallic 
lead, for mercury extracts nothing from it, either dry or under water. 
(Boussingault, Pelouze.) Neither does it contain any yellow oxide of 
lead; for the aqueous solution of common sugar-of-lead does not extract 
any lead-oxide from it on boiling. (Pelouze.),, But the suboxide, when 
heated to dull redness, out of contact of air, is resolved into a greenish- 
‘yellow mixture of lead and the yellow oxide. (Boussingault, Pelouze.) 
After this treatment, mercury extracts lead from the substance, and a 
boiling solution of sugar-of-lead or acetic acid leaves the lead in the form 
of a net-work, which, when pressed together between the fingers, forms a 
dense mass having the metallic lustre. (Pelouze.) When heated in the air 
it takes fire and burns with a glimmering light, producing 103°6 parts of 
yellow oxide, according to Boussingault; and from 103°6 to 103-7 
according to Pelouze. Dilute sulphuric, nitric, hydrochloric, or acetic 
acid, resolves the suboxide into yellow oxide which combines with the 
acid, and very finely divided metallic lead. (Boussingault, Pelouze.) The 
same effect is produced by a solution of mononitrate of lead-oxide; a hot 
solution, on the contrary, takes up the whole of the suboxide and forms 
basic nitrate of lead-oxide. (Pelouze.) The suboxide, when moistened 
with water, rapidly absorbs oxygen from the air, and is converted into 
the white hydrated oxide, the action being attended with rise of tempe- 
rature. (Boussingault, Pelouze.) A mixture of finely divided lead and 
litharge does not yield the same result. (Pelouze.) Winkelblech, by 
heating oxalate of lead-oxide, obtained a greyish-black powder which 
contained at most 1. per cent. of oxygen, and from which mercury dis. 
solved lead; it was therefore a mixture of lead with a small. quantity of 
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the yellow oxide. This anomalous result is attributed by Pelouze to the 
too great heat which Winkelblech applied to the oxalate. The grey film 
which forms on the surface of lead heated to a temperature short of the 
melting point, is likewise regarded by Berzelius as a suboxide. 


ow 


Calculation, according to Boussingault and Pelouze, 


BD be peice oot . BS 6 Phares 96°29 
Oe Savage Si Sueitedidoge Bye 3°71 
POD sesciny a Nininseresaes 216 X 100'09 


B. Leap-Oxine, PbO. 


Protouide of Lead, Yellow Oxide of Lead, Massicot, Oxide Plombique, - 
Blevoxyd. 


Formation. 1. Lead heated in the air till it volatilizes burns with a 
white light, and is converted into this oxide: Flowers of Lead, Bleiblumen, 
Flores Plumbi.—Lead reduced in thin metallic laminz by the action of 
hydrogen gas at a gentle heat on finely crystalline lead-oxide, remains 
unaltered in the air at ordinary temperatures, but takes fire when heated, 
and burns with a feeble glow till it is converted into the protoxide. 
(Winkelblech.)—Lead, when heated in the air, becomes covered with a 
grey film, and, if the surface be continually renewed, is wholly converted 
into Lead-ash (Bleiasche), a yellowish-grey, pulverulent mixture of 
metallic lead and yellow oxide, which, if heated in the air for a longer : 
time, is wholly converted into the latter—2. In dry air at ordinary 
temperatures lead retains its lustre; in damp air, it becomes dull,.assum- 
ing first a yellowish-brown, then a blue, and lastly a grey tint. (Bonsdorff, 
Pogg. 41, 305.) Under water in an open vessel, lead is converted into 
the hydrated oxide which partly dissolves in the water, and by absorbing 
carbonic acid from the air, is transformed into the hydrated carbonate. 
Cuttings of lead placed in a closed vessel with water and air freed from 
carbonic acid, and left at rest, form white flakes of hydrated lead-oxide, 
and the water becomes saturated with that oxide. If the vessel be shaken 
for half an hour, no hydrate is formed, but the lead-cuttings become 
covered with suboxide, and in that case, aerated water exerts no further 
action upon them, even if carbonic acid be likewise present. (Bonsdorff.) 
Wen lead in contact with water is exposed to the open air, white clouds 
of hydrated oxide consisting of soft silky scales are soon formed. (Wetzlar, 
Schw. 54, 324.) Platinum wire wound round the lead-plate accelerates 
the oxidation. (Fischer, Kastn. Arch. 17, 382.) These white scales con- 
sist of hydrated carbonate of lead-oxide; if the access of air is but partial, 
and consequently the process goes on slowly, the compound is obtained 
in silky lamine. The finest crystals are obtained by cutting some bright 
places on a piece of lead tarnished by exposure to the air, and then 
immersing it in water; a silky vegetation then forms on the bright parts 
of the lead, and on removing this formation, the surface is found to be 
marked with crystalline devices (moiré). Bonsdorf.—In water containing 
a trace of sulphate of potash, nitre, or common salt, lead merely becomes 
marked with a few isolated spots; and if the water contains a larger 
proportion of salt, only a slight tarnishing is produced. (Wetzlar.) In 
saline solutions, oxidation goes on more slowly than in pure water, and 
the resulting product is not a loose powder, but a salt of lead closely 
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adhering to the surface of the metal. (Fischer.) Nitrates prevent the 
white turbidity only when they are in large quantity; of other salts, 


small quantities are sufficient: the purer, therefore, the water, the more 
does it become turbid by exposure to the air in contact with lead- 
cuttings. (Bonsdorff.)—3. Lead decomposes vapour of water at a white 
heat and is converted into the protoxide. (Regnault, Ann. Chim. Phys. 
62, 363.) It does not decompose water at a red heat (Bonsdorff) ; 
neither does it decompose water acidulated with sulphuric acid at a boil- 
ing heat; but with boiling hydrochloric acid it evolves hydrogen gas.— 
4, With nitric acid and heated oil of vitriol it yields a lead-salt. 


Preparation on the large scale.—1. Massicot is obtained by heating 
lead to low redness on a flat hearth, and continually removing the film 
of oxide as it forms, till the lead-ash at first obtained is, for the most 
part, converted into the yellow oxide; the latter is then freed from the 
still remaining metallic portions by grinding and levigation.—2. Litharge 
is obtained in the oxidation of pig-lead containing gold and silver—the 
resulting lead-oxide, which is generally contaminated with silica, ferric 
oxide, cupric and cuprous oxide, antimonic oxide, and other oxides, is 
fused by the high temperature, and solidifies in a scaly, shining mass, 
sometimes of a yellowish tint (Argyritis, Silber-glatte), sometimes rather 
inclining to red (Chrysitis, Goldglatte). The oxides of copper may be 
completely removed by digesting the levigated litharge with aqueous 
solution of carbonate of ammonia. (Bischof, Schw. 64, 65).—The aunti- 
monic oxide is left behind on dissolving the litharge in boiling nitric 
acid, and may then be dissolved in hydrochloric acid. (Anthon, Aeperé. 
58, 387.)—% The difference between red and yellow litharge is attri- 
buted by Leblanc (NW. J. Pharm. 8th Sept., 1845) to a mere diversity of 


physical structure, not of chemical composition; for either modification 


may be obtained at pleasure by properly regulating the temperature and 
the rate of cooling; the red variety, which is specifically lighter than the 
yellow and more crystalline substance, is formed most abundantly when 
the cooling is slow. 7 | 


Preparation on the small scale. By gently igniting pure crystallized 
nitrate, or perfectly pure carbonate or oxalate of lead-oxide, in a vessel 
to which the air has access. 


Properties. Lead-oxide appears to be both dimorphous and amor- 
phous. It occurs in pale yellow rhombic octohedrons (or dodecahe- 
drons?) and cubes, and a red amorphous powder.—By the following pro- 
cesses, lead-oxide may be obtained in the crystalline state: 1. By slow 
cooling after fusion. Litharge when quickly cooled, solidifies in a mass of 
crystalline scales; but the portion which remains on the muffle some- 
times crystallizes in yellow, translucent, six-sided tables (Marx); in 
rhombic octohedrons with a distinct plane of cleavage (Mitscherlich); in 
rhombic dodecahedrons, the angles of which are indefinite, in.consequence 
of the curvature of the faces (Gaultier de Claubry & Beudant, Anz. 
Chim. Phys.). White lead fused by the blowpipe-flame on a copper plate 
or other non-reducing support, crystallizes in scales on cooling; but from 
the middle of it there generally shoots out a mass, half a line long, some- 
times in the form of a triangular pyramid, sometimes in that of a nearly 
perfect rhomboidal dodecahedron, of a hyacinth-red tint while hot, becom- 
ing sulphur-yellow and translucent as it cools, and opaque and dull when 
perfectly cold. This alternate fusion and crystallization may be repeated 
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several times.—2. By fusion with hydrate of potash. If 1 part of lead-— 
oxide and from 4 to 6 of hydrate of potash be fused for a short time in 
a silver crucible at an incipient red heat, and the mass after cooling 
exhausted with water, the lead-oxide remains in the form of cubes and 
square tables. (Becquerel, Ann. Chim. Phys. 51, 105.)—8. By treating 
lead-oxide with potash or soda-ley. From a solution of lead-oxide in 
soda-ley, saturated while hot, placed in a stoppered bottle, and then left 
to itself all through the winter, the lead-oxide crystallizes in small, white, 
translucent rhombic dodecahedrons. (Houton-Labillardiére, J. Pharm. 3, 
335.) The crystals are rhombic octohedrons, having the same angles as 
those obtained by fusion. (Mitscherlich.) Strong boiling potash-ley satu- 
rated with lead-oxide, yields, on cooling, yellow scales similar to those of 
litharge; if the potash-solution is less fully saturated with lead-oxide, or 
if it has deposited the excess of that oxide in scales, no further deposition 
takes place till after perfect cooling, whereupon red scales are thrown 
down, perfectly soluble in acetic acid, and therefore free from minium; if 
these scales are heated, they turn yellow on cooling. Hence it appears 
that litharge may have a red colour without containing minium or red 
oxide of copper. (Mitscherlich, J. pr. Chem. 19, 451.)—Boiling soda-ley 
of 40°—41° B. saturated with hydrate of lead-oxide, yields rose-red 
crystals of that oxide on cooling. These crystals yield an orange-yellow 
powder, similar to that of litharge. At about 400° they turn black, 
increase in bulk, decrepitate with loss of 0°1 per cent. of water—and 
when heated to low redness, assume a sulphur-yellow colour without 
changing their form. While still in the red state, they dissolve, though 
very sparingly, in nitric acid, either concentrated or dilute. (Calvert.)— 
If hydrated lead-oxide be boiled with a quantity of aqueous alkali not 
sufficient to dissolve it, the undissolved portion becomes converted into 
erystalline anhydrous oxide; the resulting solution when evaporated, 
yields more crystals of the anhydrous oxide, distinguished from the for- 
mer portion by their easy solubility in alkalis even when dilute. (Fremy, 
NV. J. Pharm. 3, 30.)—4. By precipitating a lead-salt with excess of 
alkali. Solution of sugar-of-lead mixed with excess of ammonia and 
exposed to the sun for a few days, yields olive-green, very hard crystals 
of anhydrous oxide. (Tunnermann, Kasin. Arch. 19, 339.) Behrens 
(VY. J. Pharm. 4,18) supersaturates the sugar-of-lead solution with a 
quantity of ammonia sufficient to re-dissolve the precipitate; filters to 
separate any carbonate of lead-oxide that may have been formed; puts 
the filtrate into a stoppered bottle; and exposes it to the rays of the sun. 
After a few hours, transparent crystals make their appearance, colourless 
at first, bat afterwards becoming yellowish, and finally yellowish-grey,. 
Their powder is white, but assumes a dark brown-red colour after long 
trituration.—4 measures of sugar-of-lead solution saturated at 30°, mixed 
with 100 measures of boiling water, and then with 45 measures of aqueous 
ammonia, deposit, in the course of half a minute, a large number of very 
delicate, yellowish-white, rhomboidal laminz, having a silvery lustre and ~ 
united in tufts; these laminz must be separated by levigation from the 
crystalline granules of hydrated oxide which fall down at the same time, 
then ‘washed with boiling water, and dried in vacuo, When ignited, 
they do not give off any water—or only a trace of it, with decrepitation 
—neither do they lose their transparency. They may be obtained with-- 
out admixture of hydrate, by boiling 100 measures of a saturated solution 
of tris-acetate of lead-oxide with 50 measures of water, adding thereto a 
mixture of 50 measures of water at 80°, and 8 measures of aqueous — 
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ammonia, and heating the mixture in the water-bath. In the course of a 
minute, crystals of the oxide separate, free from hydrate, the formation 
of the latter being prevented by the high temperature. (Payen, Ann. 
Chim. Phys. 66, 54; also J. pr. Chem. 18, 485.)—By mixing at a boiling 
heat the solutions of 1 At. sugar-of-lead and 14 At. potash in a tenfold 
quantity of water, the oxide is obtained in delicate reddish-yellow 
spangles having the metallic lustre. (Winkelblech.) If solution of sugar- 
of-lead be dropt, with agitation, into strong lime-water heated to 88°, till 
crystalline scales make their appearance, and a small quantity more be 
then added, the scales increase rapidly in number as the liquid cools: 
when dry, they are yellowish-white, with a silvery lustre, and like tale 
to the touch; when ignited they turn red, without loss of weight, but on 
cooling regain their original colour, shape, and lustre. (Brendecke, Reperé. | 
55, 318.)—5. By placing lead in contact with air and water. On the 
bottom of a leaden vessel filled with water, there are first formed a num- 
ber of white flakes of hydrated dicarbonate of lead-oxide, then shining © 
grey crystals of anhydrous oxide, partly in scales like mica, partly in 
rhombic dodecahedrons with cube-faces. When heated they become 
opaque and orange-coloured, but without losing weight or lustre. (Yorke, 
Phil. Mag. J. 5, 82.) . 

Lead-oxide is obtained in the amorphous state, by throwing the — 
hydrated oxide into fused hydrate of soda and washing the residue, when. 
cold, with water. Red mass, of the colour of minium, and yielding a 
reddish-yellow powder; between 300° and 400°, it assumes a brown-red 
colour, which it retains after cooling; but if heated above 400°, it 
becomes sulphur-yellow on cooling. It is distinguished from the crystal- 
lized red oxide by its very ready solubility in acids. (Calvert, Compt. 
rend. 16, 361.) 

Lead-oxide, in its ordinary state, is either a lemon-yellow or a 
reddish-yellow powder. This may perhaps be regarded as the powder 
of the oxide in its yellow crystallized state. It assumes a brown-red 
colour whenever it is heated. Specific gravity 9:2092 (Karsten); 9°277 
(Herapath); after fusion, 9°50 (Boullay). Lead-oxide fuses at a red 
heat, and on cooling, solidifies in a mass of crystalline scales; according 
to Marx, it expands in solidifying. It does not solidify to a glass on 
cooling, unless it contains silica. (Fuchs, Schw. 67,429.) <A trace of silica 
added to fused oxide of lead, renders it vitreous, (Biewend, J. pr. Chem. 
23, 250.) A similar effect is produced by fusion in an earthen crucible. 
The glass has a density of 8:01 (Le Royer & Dumas); it is transparent 
and yellow, or if metallic lead [or the suboxide?] be present, green. 
(Proust.) Lead-oxide volatilizes at a white heat, but less easily according 
to Fournet (Ann. Chim. Phys. 55, 414), than metallic lead. According to 
Brendecke, lead-oxide turns reddened litmus blue. 


Berthier. Dibereiner. Vauquelin. J. Davy. 
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_ Decompositions. 1. Lead-oxide is reduced to the metallic state by 
charcoal (very easily, and with intumescence on charcoal before the. 


blowpipe), by carbonic oxide and by hydrogen ata low red heat. The 
crystalline oxide obtained by precipitating a hot sugar-of-lead solution 
with potash is reduced by carbonic oxide or hydrogen gas at a tempera- 
ture not much above 100°. (Winkelblech.) Hydrogen gas first produces 
the dark grey suboxide, afterwards, ‘at a low red heat, metallic lead. 
(Berzelius.) The reduction of lead-oxide at a strong red heat in crucibles 
(WV. Gehl. 4,98) is due to the action of carbonic oxide gas which pene- 
trates the crucibles. By potassium and sodium, at temperatures some- 
what below the melting points of these metals, lead-oxide is reduced, 
with vivid ignition, to the metallic state. By antimony, to the metallic 
state. By cyanide of potassium, to cyanate of potash and metallic lead 
(Liebig.)—2. By heating with sulphur, lead-oxide is converted into 
sulphurous acid anda mixture of oxide and sulphide of lead.—3. B 

chlorine-water, into peroxide and chloride of lead: 2PbO+Cl=PbO?+ 
PbCl. Similarly by bromine. (Léwig.)-—4. Lead-oxide fused in excess 
with metallic sulphides, sometimes decomposes them with formation of a 
sulphate, as with barium; sometimes with evolution of sulphurous acid, 
as in the case of the heavy metals. The metal of the metallic sulphide 
either unites directly with the lead, or it is converted into oxide, and 
fuses together with a portion of the lead-oxide, while pure lead separates 
out; with a smaller quantity of lead-oxide, sulphide of lead is produced 
as well us the metal, while part of the other metallic sulphide remains 
undecomposed, and fuses into a slag with the metallic oxide produced 
and the excess of lead-oxide. (Berthier.)—1 pt. Sulphide of Barium and 
_ 2 to 4 pts. litharge yield without fusion a black slag, consisting of baryta 
and lead-oxide, which may be extracted by acetic acid, and likewise of 
sulphate of baryta, sulphide of lead, and metallic lead. With 30 pts. 
litharge, the sulphur is completely oxidized, and forms sulphate of 
baryta.—1 pt. Sulphide of Manganese, with 4 pts. litharge, evolves 
without fusion a large quantity of sulphurous acid, and yields a black 
slag, the lower part of which contains lead and sulphide of lead. With 
6 pts. litharge, the mass becomes soft and doughy, and a brown slag is 
formed, still containing a large quantity of sulphide of manganese, with 
separation of 35 parts of brittle lead. With 20 parts of litharge, the 
mixture fuses readily, and yields a hyacinth-red glass, together with 6:2 
parts of ductile lead. With 30 parts of litharge, 6°6 parts of lead sepa- 
rate out (consequently the sulphide of manganese is perfectly oxidized), 
and above it a brown-red glass.—Tersulphide of arsenic yields very 
fusible mixtures with litharge; but unless the quantity of litharge equals 
from 20 to 30 times that of the orpiment, only a part of the sulphur is 
volatilized in the form of sulphurous acid: 52 parts of orpiment and 279 
of litharge yield, without separation of lead, a black mass, having the 
metallic lustre and a granular fracture. With 558 pts. litharge, a similar 
slag is formed, and below it 40 parts of ductile lead free from arsenic, 
With 1023 pts. litharge, the separated lead amounts to 300 parts, and 


the slag is dense, black, and shining. With 1302 pts. litharge, 360 pts. 


lead are obtained, together with a brown-black, translucent slag. With 
1678 pts. litharge; 450 pts. lead and a hyacinth-red glass. With 1960 
pts. litharge: 470 pts. lead, anda pale hyacinth-red glass. But it is 
only when the quantity of lead-oxide amounts to 3120 parts, that the slag 
resembles litharge in appearance, and is perfectly free from sulphide of 
arsenic.—TZersulphide of Antimony has a strong tendency to fuse with 
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litharge, but the sulphur is not completely. oxidized unless the quantity 
of litharge is 25 times as great as that of the antimonious sulphide. 
1 part of antimonious sulphide and 3°8 pts. litharge yield 0:2 lead and 
a dense, black, very fluid slag. With 6 pts. litharge:—0°9 pts. lead with 
the same slag. With 10 litharge:—1°6 lead, with a slag which has pre- 
cisely the composition of lead-scum. With 140 litharge:—5 lead and a 
hyacinth-red glass. With 250 litharge:—5:7 lead and a mass resembling 
litharge.—1 pt. Sulphide of Bismuth, yields with 2°56 pts. litharge, an 
alloy of lead and bismuth, and a black crystalline-granular slag. With 
5°12 litharge:—2°48 alloy and a dark-grey granular slag. With 10°24 
litharge:—3°25 alloy, containing 24°5 per cent. of bismuth, and a greenish- 
yellow mass resembling litharge.—1 pt. Sulphide of Zinc (Blende) with 
4°65 litharge, forms a doughy mass, and yields 2°4 parts of brittle lead 
(containing traces of zinc and sulphur) and a black, metal-shining slag 
containing sulphide of lead. With 6:97 litharge:—2:96 brittle lead, and 
a very fluid, black, opaque slag. With 10 litharge:—4°3 ductile lead 
and a dark-grey slag. With 25 litharge:—6°5 pure lead anda yellow 
translucent glass. With this proportion of litharge, both the zine and 
the sulphur are completely oxidated.—1 pt. Stannic Sulphide and 5 pts. 
litharge, yield semi-ductile metallic lumps, containing sulphide of lead, 
sulphide of tin, and metallic oxides. With 12 pts. litharge:—3°6 lead and 
a hyacinth-red glass. With 20 litharge:—5-4 lead and a similar glass. 
With 30,..50 litharge:—6 lead and a similar glass. (Berthier, Ann. Chim. 
Phys. 39, 244.) 

Combinations. a. With Water.—a. Hydrate of Lead-oxide.—Bright 
lead, exposed to the action of pure water and of air free from carbonic 
acid, forms white flakes of hydrate. (Bonsdorff.)—2. The hydrate may 
be prepared by dropping sugar-of-lead solution into excess of ammonia 
till the precipitate becomes permanent, then washing it and drying at a 
gentle heat. (Tiinnermann, Kastn. Arch. 19, 338.) Trisacetate of lead- 
oxide may also be used. The precipitate must be washed out of contact 
of air, and dried in vacuo at 15°. (Payen, Ann. Chim. Phys. 66, 49; also 
J. pr. Chem. 18, 484.) —3. By mixing 4 measures of water saturated at 
80° with sugar-of-lead, with 400 measures of boiling water, and then 
adding 4 measures of aqueous ammonia. Together with the crystals of the 
anhydrous oxide (pp. 110, 111), there are likewise deposited denser crys- 
talline grains of the hydrate, which may be separated by levigation. 
(Payen.) To obtain larger crystals, 100 measures of water saturated 
at 25° with trisacétate of lead-oxide, and diluted with 60 measures of 
water freed from air by boiling, are mixed with 4 measures of ammonia 
diluted with 60 measures of water also freed from air by boiling and 
then cooled, and the mixture kept for some time at a temperature 
of 30°. The crystallization begins in an hour, and is finished in 
24 hours. (Payen.)—5. By precipitating sugar-of-lead, or some other 
lead-salt, with potash or soda. (Mitscherlich.) Mulder (J. pr. Chem. 
19, 79), after pouring off the liquid, boils the precipitate for some time 
with potash, and dries it at 100°. According to Winkelblech, potash 
_ added to nitrate or acetate of lead-oxide, even when in excess and aided 
by heat, does not precipitate the hydrated oxide, but a basic salt. 

Hydrated lead-oxide is a white powder. When examined by the 
microscope, it is seen to consist (1) of transparent and colourless four-sided _ 
prisms—or, if precipitated from the trisacetate—of little stars formed 
by the union of four octohedrons; (2) of short, four-sided prisms with 
four-sided summits; (3) of regular octohedrons. (Payen.). The hydrate 
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turns Meldtned litmus-paper blue. (Berzelius, Pogg. bE, 396.) It retains 
its water and its colour at temperatures ‘somewhat above 100°. (Mits- 
cherlich.) According to Tiinnermann, it acquires’a brownish-yellow tint 
at a temperature below 100°. At 130° it begins to give off its water, 
and at 145° the whole of the water escapes, quite free from acetic acid, 
pure oxide being left behind, (Payen, J. pr. Chem. 17, 197.) It is 
dehydrated by een with strong potash- ley. (Bottger.) 
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7 Schaffner (Ann. Pharm. 51,175), by precipitating acetate of lead- 
oxide with potash, obtained a hydrated oxide containing 96:40 lead-oxide 
and 3°60 water, corresponding to the formula, 2PbO+HO. 9 
~~ B. Aqueous Solution of Lead-oxide.—1. Clean lead in contact with 
water and air free from carbonic acid, yields a solution of lead-oxide 
which turns reddened litmus blue, gives a faint red tint to turmeric, is 
turned brown by sulphuretted hydrogen, and gives white precipitates 
with ‘sulphuric acid and with several salts. Water freed from air by 
boiling does not dissolve lead when kept in contact. with it m a close 
vessel; water which has been agitated with air becomes charged with 
lead-oxide in ps course us two hours, the quantity dissolved amounting 
to between yoh9.0Nd yogoo! it then slightly reddens turmeric, and turns 
reddened litmus blue; becomes turbid when shaken up in a half-filled 
bottle, or when boiled; yields lead at the negative and peroxide at the 


positive pole when acted upon by the electric current; gives a brownish- | 


black precipitate with hydrosulphuric acid; becomes turbid immediately 
with carbonic acid (the turbidity, however, disappearing when the acid is 


in excess), or with sulphuric acid, or acid sulphate of potash or soda; more - 


slowly with the neutral sulphates; becomes turbid when mixed with 
sulphate of lime or common ‘salt, and slowly with nitre; forms with 
iodide of potassium a white cloud, which turns yellow on the addition of 


a small quantity of very dilute hydrochloric acid, together with a yellow 


precipitate; with chromate of potash, it forms a yellow precipitate on 
the addition of acetic acid. Spring-water of tolerable purity, two pounds 
of which contain only 1? grains of salts and no carbonic acid, likewise, 
when passed through a leaden tube 150 feet long, dissolves a quantity of 


lead sufficient to give a brown colour with hydrosulphuric acid. If a = 
bright iron nail be driven through a leaden plate, and the whole immersed | 


in water containing air, a white crystalline substance forms on the lead, 
and the water becomes charged with lead-oxide, while the nail does not rust 
at all in the immediate neighbourhood ‘of the lead, and much less on the 
other parts of its surface than another nail immersed alone in the water. 
(Ph. Yorke, Phil. Mag. J. 5,82; abstr. Pogg. 33,110.) Distilled wate 
in contact with lead-and with air free from carbonic acid, dissolves 5455 
lead-oxide, acquires an alkaline reaction, and becomes turbid on exposure 
to the air, in consequence of the formation of hydrated dicarbonate of 
lead-oxide. (Bonsdorff, Pogg. 41, 306.) Wetzlar found that aerated 
water, after being placed in contact: with lead, gave a very slight pre- 
cipitate with hydrosulphuric acid, but no alkaline reaction. The presence 

of small quantities of carbonic acid, sulphuric acid, or of various bea 
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prevents the solution of the lead-oxide, or greatly diminishes the quantity 
dissolved: this was first observed by Morveau.—I1 volume of water 
charged with 2 vol. carbonic acid gas dissolves a mere trace of lead-oxide 
in the form of carbonate, which may be detected by hydrosulphuric acid, 
and the lead remains quite bright; this water, after boiling, again exerts 
a solvent action if exposed to the air. _Spring-water, 10 pounds of which 
contain 1:21 gr. chloride of sodium and chloride of calcium, together 
with 6°4 gr. carbonate of lime dissolved in excess of carbonic acid, pro- 
duces a slight deposit of brownish oxide on the surface of the lead, but 
does not dissolve any. (Yorke.) When lead is immersed in water con- 
taining sulphate of potash, common salt, or nitre, and exposed to the air, 
the water takes up a mere trace of lead-oxide, recognizable by hydrosul- 
phuric acid. (Wetzlar.) The greater the purity of spring-water, the 
greater is the quantity of lead which it dissolves, and the less fit are 
leaden pipes for conducting it. Leaden pipes should not be used for the 
purpose unless lead remains untarnished after 24 hours’ immersion in the 
water; they are unfit for conducting water containing less than 5745, of 
its weight of salts. If thé quantity of salts exceeds this limit, and the 
salts consist mainly of sulphates and carbonates, leaden pipes may be — 
used; but if they consist chiefly of chlorides, even 1 part in 4000 is not 
sufficient to prevent the solution of the lead. (Christison, Phil. Mag. J. 
21, 158.)—2. Lead-oxide dissolves in water, forming the same solution, 
Scheele (Opusc. 2, 283), by placing litharge in water contained in closed 
vessels, and agitating occasionally for several days, obtained a solution 
which gave precipitates with carbonic and sulphuric acid. Lead-oxide 
obtained by igniting the nitrate, yields, when shaken up with water, a 
filtrate which has a faint, sweetish-bitter taste, turns reddened litmus 


blue, and is rendered turbid by carbonic acid, sulphuric acid, sulphates, 


common salt, and nitre; these re-agents, however, leave a portion of 
lead-oxide in solution, for the filtrate turns brown when treated with 
hydrosulphuric acid. (Wetzlar, Schw. 54, 324.) } 

_ The solubility of pure lead-oxide in water is denied by Tunnermann 
(Kastn. Arch. 19, 338), Brendecke (Repert. 53, 155, and 313), Siebold. 
(Repert. 58, 174), and Herberger (Repert. 55, 55). The discrepancy 
between the results obtained by these observers and those already given, 
appears to arise from their having generally left the water which they 
placed in contact with lead, its oxide, or its hydrated oxide, freely 
exposed to the air, and likewise to their having sometimes strained 


through double or quadruple filters exposed to the air all the time. Under 


these circumstances, the lead-oxide dissolved in the first instance, may have 
been precipitated by the carbonic acid in the air, 


6. With Acids, forming the Satts or Luap-oxrpe, or LEAD.SALTS.— 
Lead-oxide has a considerable affinity for acids. _ Lead-salts are colourless, 
unless they contain a coloured acid, and of great specific gravity. Those 
which are soluble in water have a sweet astringent taste and redden 
litmus. They sustain a red heat without alteration, unless the acid is 
very volatile or decomposible. When heated with carbonate of soda or 
charcoal before the blowpipe, they yield a button of lead. Their 
aqueous solution is precipitated in metallic dendrites, forming the Lead- 
tree, Arbor Saturni, by zinc, cadmium, and tin, and slowly by iron. The 
action of zinc and cadmium is immediate and complete. Zinc, however, 
does not precipitate lead from an alcoholic solution of sugar-of-lead. Tin 
ceases to act as soon as it becomes covered with lead; if the nitrate be 
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the salt used, stannic oxide is afterwards precipitated together with — a 
basic nitrate of lead-oxide. Iron gives a precipitate with lead-acetate™ | 


(also with the trisacetate, Payen, Ann. Chim. Phys. 54, 273), but not till 
after some time, and on exposure to the air the lead is sometimes preci- 
pitated in large erystals;:on nitrate of lead-oxide, iron acts only under 
the same. circumstances as.on stannous salts (p. 70). Manganese 
immersed in lead-acetate throws down a brown powder. (Fischer, ('vb. 
72, 289; Pogg. 9, 262; 10, 603.) The quantity of lead-oxide in the 
nitrate solution must be at least equal to z5,5, im order to give a 
perceptible indication of reduction by zinc. (Harting.) Lead-acetate 
dissolved in 100...500 parts of water, mixed with hydrochloric acid and 
kept from contact of air, is not precipitated by copper, which only 


contracts a few spots even at a boiling heat; but if the air has access to 


the solution, the lead is precipitated in the form of a black powder. 
(Reinsch, J. pr. Chem. 24, 248.) Phosphuretted hydrogen gas slowly 
precipitates from lead-salts a brown phosphide of lead. (H. Rose.) 
Hydrosulphuric acid throws down black sulphide of lead, or if the lead- 
‘solution is very dilute, colours it brown. The limit of the brown colour- 
-ing is attained, when 1 part of lead-nitrate is dissolved in 100,000 parts 
of water (Pfaff); when 1 part of lead (in the form of nitrate) is dissolved 
in 200,000 parts of water (Lassaigne); when 1 part of lead-oxide (in 
the form of nitrate) is dissolved in 350,000 parts of water. (Harting.) 
If the solution of the lead-salt contains free hydrochloric acid, the pre- 
cipitate is red or yellow, and a larger quantity of hydrochloric acid 
prevents it altogether. A solution of 1 part of lead-acetate in 200 parts 
of water mixed with 5 parts of hydrochloric acid of specific gravity 
1:168, gives, with hydrosulphuric acid, a brown precipitate which soon 
_ turns black; with 10 parts of hydrochloric acid, an immediate red 
precipitate which soon turns brown and afterwards black; with 20 parts 
of hydrochloric acid, a carmine-red precipitate is gradually formed, which 
- retains its colour and consists of sulphide and chloride of lead; and with 
30 to 50 parts of hydrochloric acid, a slight. precipitate, but only after 
the addition of -water. (Reinsch, Repert. 56,183.) A solution of 1 part 
of lead-acetate in 112 parts of water, mixed with 14 parts of hydro- 
chloric acid, gives a yellow precipitate with hydrosulphuric acid. (Reinsch, 
Repert. -56, 183.) Sulphuretted hydrogen water mixed with a large 
quantity of hydrochloric acid gives with lead-salts a red precipitate 
which soon turns black. (H. Rose.) Paper saturated with a lead-salt 
and then thoroughly dried, is not blackened by sulphuretted hydrogen 
gas. (Parnell, J. pr. Chem. 26, 190.). Aqueous alkaline hydrosulphates 
likewise throw down from lead-salts a black precipitate of lead-sulphide, 
insoluble in excess of the alkaline hydrosulphate. Sulphide of cadmium, 
and likewise the hydrated sulphides of manganese, iron, cobalt, and 
nickel, throw down sulphide of lead from lead-salts. (Anthon. )}—Hydriodic 
acid or iodide of potassium added to a solution of a lead-salt, not too 
dilute, throws down orange-yellow iodide of lead, soluble in a large 
excess of iodide of potassium.—Bromide of potassium gives a white 
precipitate with lead-salts. (Boland.)—Hydrochloric acid and its salts 
precipitate chloride of lead only from somewhat concentrated solutions; 
the precipitate is a white crystalline powder, soluble in a large quantity 
of water and also in potash. A solution containing 1 part of lead-nitrate 
in 100 parts of water is the most dilute in which hydrochloric acid will 


* By the simple term lead-acetate, is to be understood the neutral acetate, or common 
sugar-of-lead. 
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produce a precipitate. (Pfaff.)—Bromine colours lead-salts yellowish- 


brown, and, even when added in small quantity, throws down yellowish- 
brown peroxide of lead [with bromide?] on the application -of heat. 
(Simon.) Chlorine-water added in large quantities and heated, throws 
down brown peroxide of lead; an aqueous; mixture of chlorine and 
bromine produces an immediate precipitate..(Simon.) Chloride of soda 
produces a reddish-yellow precipitate of sesquioxide of lead, which, when 
heated, is converted into the brown peroxide. (Winkelblech.)—Ammonia 
gives with lead-salts a white precipitate, which is either the hydrated 
oxide or a basic salt, and is insoluble in excess of ammonia.—Potash 
throws down white hydrate of lead-oxide, soluble in a large excess of 
potash, especially when heated.—Carbonate of ammonia, potash, or soda 
(the bicarbonates with effervescence), throws down white carbonate of 
lead-oxide, insoluble in excess of the precipitant, but soluble in caustic 
potash. A solution of 1 part of lead (in the form of nitrate) in 50,000 
parts of water is rendered slightly milky by carbonate of soda; with 
100,000 parts of water a slight opalescence is produced after five minutes, 
and with 200,000 parts of water, after ten minutes. (Lassaigne.)—Phos- 
phate of soda gives a white precipitate soluble in potash.—Sulphuric 
acid and its salts throw down white, finely pulverulent sulphate of lead- 
oxide. This precipitate is insoluble in cold dilute acids; it is distin- 
guished from sulphate of baryta by the blackening which hydrosulphate 
of ammonia produces in it. Lead-oxide is likewise completely precipi- 
tated by sulphuric acid from a dilute solution containing excess of hydro- 
chloric or nitric acid, provided the sulphuric acid is added in considerable 
quantity. (Wackenroder, Repert. 46, 225.) 1 part of lead-oxide (in the 
form of nitrate) dissolved in 20,000 parts of water is still plainly indi- 
cated by sulphuric acid added in excess (Pfaff, Harting, J. pr. Chem. 


129, 51); 1 part of lead (in the form of nitrate) dissolved: in 25,000 parts 


of water gives an opalescence with sulphate of soda after a quarter of an 
hour. (Lassaigne, J. Chim. Med. 8, 581.)—-Chromate of potash gives 


with lead-salts a yellow, precipitate of chromate of lead-oxide.. This 


precipitate is insoluble in dilute nitric acid; it. turns. red when digested 
with ammonia; a basic lead-salt gives a yellowish-red precipitate. The 
limit of the reaction is attained with 1 part of lead-oxide in the form 
of nitrate, dissolved in 70,000 parts of water. (Harting.)—Arseniate of 
soda throws down white arseniate of lead-oxide.—Oxalic acid and alkaline 
oxalates give a white precipitate of oxalate of lead-oxide. The precipi- 
tation by alkaline oxalates takes place even in a solution diluted 100,000 
times. (Pfaff.) Oxalic acid gives a precipitate, even in solutions con- 
taining excess of acid, provided they are dilute. (Wackenroder.)—Tinc- 
ture of galls fornis a straw-yellow, and ferrocyanide of potassium a white 
precipitate. With 1 pt. in 8000. (Pfaff.)—Bromate and chlorate of 
potash, and likewise ferricyanide of potassium give no precipitate with 
lead-salts.—Those lead-salts which are insoluble in water dissolve, for the 
most part, in nitric acid. The carbonate, phosphate, and sulphate are 
likewise soluble in a cold dilute solution of sal-ammoniac. (Brett.) 

c. With certain Salifiable Bases. The compounds prepared in the 
dry way have sometimes a vitreous appearance. From the aqueous 
solutions of the compounds of lead-oxide with the alkalis, zinc throws 
down the lead in’the metallic state. These compounds may be called 
Plumlites. | 

d. With Chloride of Lead. | . 

e. With Resin, Starch, Gum, Sugar, and certain other non-acid 


_ organic substances. 
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tion.—1. By ‘keeping the protoxide at a dull red heat for a considerable 
time in the air. Red lead is likewise produced—after previous formation 
of hydrated and aqueous lead-oxide, and hydrated dicarbonate of lead- 
~ oxide—when lead-shavings are strewn upon water, the vessel being 
loosely covered and then set aside for some months; the formation takes 
place principally on those surfaces of the lead which are exposed to the 
air. In a similar manner, drawings made with lead turn red in the 
course of twenty years. (v. Bonsdorff.) 


Preparation on the large scale.—Finely pounded massicot (or litharge) 
' is heated for 24 hours or more, either on the flat hearth of a reverberatory 
furnace, or in vessels lying horizontally and having wide mouths projecting 
from the side-openings of the furnace, the mass being frequently stirred 
and the heat not allowed to rise above dull redness. Litharge is too 
dense for the purpose and oxidizes but very imperfectly; maasicot like- 
wise, even after eight firings, each continued for 24 hours, is far from 
being completely converted into red lead; the softer oxide obtained by 
‘heating white lead, oxidizes much more “quickly and completely. Red 
lead prepared from massicot by one firing of 24 hours contains 8°26 p. e. 
oxygen, and when ignited yields 1°17 p. c. oxygen gas; it contains 50 
per cent. of real minium, and when treated with nitric acid yields 17°4 per 
cent. of brown peroxide of lead. After 2 firings, these quantities become 
respectively: 8°30; 1:22; 52°1 and _18-2;—after 3 firings: 8°48; 13-6; : 
581 and 20°3 —after 4 firings: 8°56; 1:50; 64:1 and 22-4; —after 8 
firings: 8°61; 1°05; 66°2 and 23°] Mad after 8 firings: 8°79; 1°75; 
748 and 26°0. On ‘the other hand, minium prepared from white lead by 
3 firings contains 9°24 per cent. of oxygen, gives off 2°23 per cent. of 
oxygen gas, contains 95°3 per cent. real minium, and when treated with 
nitric acid, yields 33:2 per cent. peroxide of lead, If the minium thus 
prepared be moderately heated in a current of oxygen gas, it afterwards 
evolves 2°40 per cent. of oxygen on ignition. (Dumas, Ann. Chim. Phys. 

49, 398. 

To ie commercial red lead from the yellow oxide mixed with it, 
‘Dumas digests it repeatedly with solution of lead-acetate; Berzelius and 
Dalton recommend treatment with cold, very dilute acetic acid; Phillips 
recommends 144 pts. at most, of strong acetic acid diluted with a large 
quantity of water to 100 of minium, inasmuch as if more acid be used, 
the brown peroxide is likewise formed. According to Dumas, however, 
peroxide of lead is always formed in the purification of minium, before 
the whole of the free protoxide is extracted, even when the ‘dilutest 
acetic acid is employed. 

Commercial red lead likewise containg all the foreign metallic oxides 
—such as the oxides of copper, iron and silyer—with which the massicot 
or litharge used in preparing it is contaminated.—Red lead is likewise 
often adulterated with oxide of i iron, red bole or brick-dust; these sub- 
‘stances remain undissolved when the red lead is digested in warm dilute 
nitric acid to which a little sugar has been added; boiling hydrochloric 
acid extracts sesquioxide of iron from the residue. When red lead thus 
adulterated is ignited, there remains a mixture of yellow lead-oxide and 
the red substances that haye been added to Lt: 3 


. _ 
RED OXIDE OF LEAD. 119. 
_ On the small scale, red lead may be obtained. by the following pro- 
cesses.—l1. When 4 parts of lead-oxide prepared. by igniting white lead 
are heated in a silver or platinum crucible with 1 part of chlorate of 
potash and 8 parts of nitre (the latter acting as a flux and thereby saving 
the chlorate), brown peroxide of lead is first obtained; but this, when 
further heated to dull redness, is converted, with intumescence and thick- 
ening of the mass, into red lead. As soon as the red lead begins to 


‘decompose at the edge of the crucible, the mass is suffered to cool, and 


the red lead well boiled with water containing petash.—2. By boiling’ 
peroxide of lead with aqueous plumbate of potash, or 1 part of the per- 
oxide with 5 parts of lead-nitrate and a quantity of aqueous potash or 
soda sufficient to re-dissolve the hydrate of lead-oxide first precipitated, 
till a brown-red mixture of minium with a small quantity of the peroxide: 
is produced, and digesting this mixture, after washing, with oxalic acid, 
which decomposes the peroxide without acting on the minium. [The — 
product may contain oxalate,| The minium obtained by this process is 
rather dark-coloured, but it becomes brighter when rubbed up with 
water; it has the same composition as that which is obtained by the: 


ordinary method. (Leyol, Ann. Chim. Phys. 75, 108; also, J. pr. Chem, 


22, 38.) 

Scarlet, crystalline-granular powder; when heated, it first assumes a 
finer red colour, and then turns violet. Specific gravity 8°62 (Karsten), 
8:94 (Muschenbroek), 9°082 (Herapath). 


Thomson. Berzelius. Dumas. Vauquelin, 
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Decompositions. 1. By rather strong ignition, it is resolved into 


. yellow lead-oxide and (2°4 p. c.: Dumas) of oxygen gas.—2. By many 


oxidizable bodies, at various temperatures, it is reduced to the yellow’ 
oxide. Aqueous sulphurous and hyponitric acid at ordinary tempera- 


_ tures, convert it respectively into sulphate and nitrate of lead-oxide; 


ee 
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sulphurous acid acts very slowly in the cold, but rapidly on the application 
of heat. Protochloride of tin converts it, with arise of temperature of 18°, 
into chloride of lead and stannic oxide. (A. Vogel, Kastn. Arch., 238, 84.) 
It is likewise reduced by boiling with a solution of sugar.—3. With 
heated oil of vitriol, it yields sulphate of lead-oxide and oxygen gas.— 
4, With nitric acid, dilute sulphuric acid, and likewise by weaker acids, 
such as acetic acid, it yields peroxide of lead and a salt of the protoxide. 
(Berzelius.) With a small quantity of strong acetic acid, red lead forms 
a white mass, which dissolves in a large quantity of the acid,. forming a 
colourless liquid, from which peroxide of lead is gradually deposited. 
(Berzelius.) By treating common red lead with dilute nitric acid at ordinary — 
temperatures, Longchamp (Ann. Chim. Phys. 34, 105) obtained 16°66 
per cent. of peroxide, and at 80°, 16:2 p. c.; from minium crystallized 
in fine lamine, Houton-Labillardiére, by treating it with nitric acid, 
obtained 25 per cent. of peroxide; Phillips (Phil. Mag. J. 3, 125).by 
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heating commercial minium with dilute nitric acid obtained 24'8 p. c. 
and by boiling it with moderately strong acetic acid, 25°8 p. c. of per- 


oxide ; but minium previously purified by cold dilute acetic acid yielded — 


with nitric acid, 34 per cent. (For Dumas’ results, vid. p. 118:) “By 
heating with nitric acid, a portion of the brown oxide is decomposed 
and partly dissolved, forming a_violet-coloured solution. (Levol.) — 
5. By a small quantity of hydrochloric acid, red lead is converted into 
chloride of lead, peroxide of lead, and water : 


Pb30* + 2HCl = 2PbCl+ PbO? + 2HO. 


By a larger quantity of hydrochloric acid, into chloride of lead, chlorine 
gas and water: . | , 
; Pp?0! + 4HCl = 3PbC1+ Cl1+4HO. 


6. By chlorine-water, into chloride and peroxide of lead : 
| Pb?O! + Cl = PbCl+ 2PbO”. 


Similarly with bromine-water. (Léwig.)—Minium is not decomposed by 
mercurous nitrate or oxalic acid. (Levol.) 


C. Sesquiowide of Lead? Pb?0*. 


Chloride of soda throws down from lead-salts, a reddish-yellow mixture 
of sesquioxide and chloride of lead, which, if warmed or left to stand for 
some time, turns brown from formation of peroxide. To obtain the 
sesquioxide free from chloride, nitrate of lead-oxide is supersaturated 
with potash in sufficient quantity to re-dissolve the precipitate, and then 
treated with chloride of soda; or the precipitate obtained by treating 
acetate of lead-oxide with a slight excess of potash is dissolved in caustic 
potash (after pouring off the liquid), and the clear solution mixed with 
chloride of soda. The yellow precipitate, when washed and dried, yields 
a soft, non-crystalline, reddish-yellow powder. This powder contains 
more or less hygroscopic water closely united with it, and only to be got 
rid of by drying over vitriol with the aid of heat, whereupon it gradually 
escapes. Ata red heat, the sesquioxide is resolved into 3°4685 per cent. 
of oxygen gas, and 96:5315 per cent. of protoxide. By oxalic acid and 
_by formic acid it is reduced to the state of protoxide, with evolution of 
heat. With nitric, sulphuric, hydrofluosilicic and acetic acids, generally 
without the application of heat, it is converted into peroxide and a salt of 
the protoxide. It dissolves in cold hydrochloric acid, forming a yellow 
liquid from which it is again precipitated by alkalis: the liquid, however, 
resolves itself in a few minutes into chloride of lead and free chlorine. 


(Winkelblech.) 
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' D, PEROXIDE OF LEAD. PbO*. 


Brown Oxide of Lead, Puce Lead, Bleihyperoxyd, Tritowyde de Plomb. 
—Discovered by Kurella and Scheele.—Found native in the form of Heavy © 
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lead-ore (Schwerbleierz).—Formation and Preparation 1. Solutions of 
lead-salts deposit the peroxide in crystalline scales on the positive polar 
wire of the voltaic circuit (I. 463). The deposition of the peroxide takes 
place even in a solution containing only 1 part of lead in 12,000. 
(Fischer, Kastn. Arch. 16, 219.)—2. By treating the yellow protoxide 
with chlorine-water (Vauquelin) or bromine-water, or aqueous hypo- 
chlorous acid.—3. Dilute subacetate of lead-oxide mixed with aqueous 
hypochlorous acid deposits very finely divided peroxide of lead. (Pelouze.) 
—4, By heating the aqueous solution of a lead-salt with chloride of soda. 
To a boiling solution of sugar-of-lead, chloride of soda is added as long as 
any precipitate is formed; the solution is then decanted, and the chloride 
of lead, which is precipitated at the same time, is extracted by boiling 
dilute nitric acid. The peroxide of lead thus obtained is somewhat 
lighter than that prepared by the ordinary method, but has the same 
composition, and contains no water. (Winkelblech.)—5. By fusing lead- 
oxide with chlorate of potash. (Gébel, Schw. 67, 77; Liebig & Wohler, 
Pogg. 24, 172.) The preparation is made by fusing in a silver or pla- 
tinum crucible, 4 parts of lead-oxide (obtained by heating white lead). 
with 1 part of chlorate of potash and 8 of nitre, till the mass becomes 
uniformly black—an effect which generally takes places simultaneously 
with perfect fusion—the residue is then well washed with water, and 
treated with dilute nitric acid. Red lead substituted for the protoxide 
does not. yield any peroxide. (Levol, Ann. Chim. Phys. 79, 108.) — 
6. Litharge heated in a platinum crucible yields peroxide of lead and an 
alloy of lead and platinum. (Chevreul, dan. Chim. Phys. 80, 315; 
also Gilb. 51, 115.)—7. By treating red lead with chlorine-water. 
Chlorine gas is passed into water in which red lead is suspended—the liquid 
being frequently agitated—as long as any absorption takes place; and the 
resulting peroxide is continually washed with boiling water to free it 
from chloride.—8. By treating red lead with nitric acid, which extracts 
the protoxide of lead. The red lead is first boiled for a sufficient time 
with excess of dilute nitric acid, and the resulting peroxide washed with 
water.—9. By fusing red lead with hydrate of potash. (Becquerel, Ann. 
Chim. Phys. 51, 104.) The potash certainly extracts protoxide of lead. 
Berthollet (Stat. Chem. 2,377) remarked that red lead evolves no oxygen 
when fused with hydrate of potash. 

The native peroxide occurs in six-sided prisms terminated by six- 
sided pyramids; specific gravity varying from 9°392 to 9°448; has an 
iron-black colour, with a metallic, semi-adamantine lustre, and yields a 
brown powder. (Breithaupt, J. pr. Chem. 10, 508.) The peroxide 
artificially prepared by (9) appears in brown six-sided tables, exhibiting 
a yellow lustre by reflection; that prepared by (1) forms delicate crys- 
talline scales, generally of a black reddish-brown colour when reduced 
to powder. Specific gravity of the artificial peroxide 8908 (Herapath), 
8°933 (Karsten), 9°190 (P. Boullay). | 
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Decompositions. 1. By light into oxygen gas and red lead cage 
similar manner by gentle heating; by a stronger heat it is resolved into 
oxygen gas and fused yellow protoxide—2, Giyes up oxygen to many 
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substances, sometimes with evolution of light and heat. When triturated 
with one-sixth of its weight of sulphur, it sets fire to the sulphur, which 
burns with a brilliant flame, forming sulphide of lead. (Vauquelin, Ann, 
Chim. Phys. 62, 221); a mixture of 2 parts peroxide and 1 part sulphur 
takes fire when touched with oil of vitriol; if the mixture likewise 
contains phosphorus, violent explosion takes place on _ trituration, 
— (Grindel, Schw. 15. 478.) With aqueous hypophosphorous acid, it forms 
phosphate of lead-oxide. (Wartz.) When immersed in sulphurous acid 
gas at ordinary temperatures, it becomes red-hot, and is converted into. 
sulphate of lead-oxide (A. Vogel, Kastn. Arch. 4, 434); with aqueous 
sulphurous acid it is likewise converted into sulphate of lead-oxide, very 
slowly at ordinary temperatures, more quickly with the aid of heat. 
Hyponitric acid dissolves it, forming a solution of nitrate of lead-oxide. 
With protochloride of tin it undergoes the same decomposition as red | 
lead. (A. Vogel.) In nitrate of mercurous oxide it dissolves completely, 
forming nitrate of mercuric oxide and protoxide of lead. (Levol.)— 
When triturated with an equal weight of crystallized oxalic acid, it is 
decomposed without ignition, yielding vapour of water, carbonic acid 
gas, and carbonate of lead-oxide. It becomes incandescent when tritu- 
rated with one-eighth of its weight of racemic acid, tannin, or common 
sugar, or with one-sixth of tartaric acid, gallic acid, grape-sugar, or 
- -Mmanna-sugar. (Boéttger.) According to A. Vogel, it is likewise con- 
verted into lead-oxide by heating with oil of turpentine or solution of 
sugar.—3. By heated oil of vitriol it is converted into oxygen gas and 
sulphate of lead-oxide.—4. By aqueous hypochlorous acid into oxygen 
- gas (with a small quantity of chlorine) and chloride of lead. (Balard.) 
—5. By aqueous hydriodic, hydrobromic, hydrochloric or hydrocyanic 
acid, into water, iodide, bromide, chloride or cyanide of lead, and free 
iodine, bromine, chlorine, or cyanogen; e¢. g. 


PbO?+ 2HCl = PbCl+2HO+Cl. 


Combinations.—Peroxide of lead combines with many salifiable bases 
forming compounds in which it plays the part of an acid, and which may 
therefore be called Salts of Plumbic Acid, or Plumbates, These compounds 
are formed by igniting the peroxide with salifiable bases. (Vid. Plumbate 
of Potash.) In accordance with this nomenclature, red lead may be 
called Plumbate of Lead-omide. (Fremy, Compt. rend. 15,1109; also J. 
J. Pharm, 3,30.) - 


LEAD AND CARBON. 


_ A. Carbide of Lead ?@—a. By igniting tartrate or acetate of lead-oxide 
in a close vessel, a carbonaceous substance is obtained which takes fire 
in the air and leaves protoxide of lead. (Proust.)—0. Cyanide of lead, or 
a finely divided mixture of charcoal and lead-oxide, yields on ignition a 
black powder, which takes fire in the air when heated, yielding globules 
of metallic lead. (Berzelius.)—c. Lead ignited with charcoal volatilizes 
and sublimes. as a carbide in black spangles, having the metallic lustre; 
(John, Berl. Jahrb. 1820, 320.) 


B. CARBONATE OF LEAD-oxIDE, or LEAD CarBonatE.—Oarbonate of 
Lead.—Litharge slowly absorbs carbonic acid from the air.—a. Dicar- 
bonate.—Formed in the hydrated state by continued exposure of lead 
immersed in water to the open air. (Delaville, V. Gehl, 2, 682; Becquerel, 
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Ann. Chim. Phys. 54, 146; Yorke, Phil. Mag. J, 5, 82; Bonsdorff, Pogg, 
40, 207.) Ifa piece of lead be left to tarnish in damp air, then scraped 
clean on one part, and covered with a layer of water 6 inches deep, the salt 
is deposited on the bright part of the metal in the form of an arborescence 
eonsisting of crystalline scales. This compound may also be formed by 
keeping lead-oxide for a long time under water in a vessel exposed to the 
air; it then swells up, and is converted into white flakes, easily separated 
by washing from the unaltered oxide. (Bonsdorff, Pogg. 40, 207.) Lead 
immersed. in water containing ~1, pt. of potash becomes covered with a 
erust of carbonate. (A. Vogel.) Finely granulated lead constantly 
stirred about in an aqueous solution of carbonate of potash exposed to 
the air, forms carbonate of lead-oxide, which may be removed from time 
to time by levigation. (Prechtl, J. pr. Chem. 2, 164.) The salt thus 
obtained is probably pure dicarbonate, unmixed with ordinary white 
lead. Possibly also the so-called white lead which Gannal and Versepuy 
(Compt. rend. 16, 1327) obtained by agitating finely divided lead with 
water, consisted of this salt. The dicarbonate when used as a pigment 
has not the coating power of white lead. (Bonsdorff.) After exposure 
to the air for some time, it effervesces more strongly with acids than 
before. Water dissolyes but a trace of it. (Yorke.) a 
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b. Sesquibasic’ Carbonate.—White lead generally consists of this salt 
in the hydrated state. It is precipitated by carbonic acid from a solution 
of the acetate.—1. New Mode of Preparation : Carbonic acid gas passed 
through a solution of basic acetate of lead-oxide takes up a portion of the 
oxide, and is precipitated with it in the form of white lead. The gas 
obtained by burniug charcoal in a stream of air, or that which issues 
from apertures on the hill-side, as at Brohl, may be used for this pur- 
pose. When carbonic acid gas is passed in five separate portions through 
basic lead-acetate till the liquid becomes neutral, each of the five preci- 
pitates is found to consist of 2(PbO,CO*)+PbO,HO. (Hochstetter.) 
a. French Method: proposed by Thénard, carried out by Roard. Dis- 
tilled vinegar or a solution of sugar-of-lead is saturated with litharge— 
carbonic acid gas passed through it—the liquid poured off from the pre- 
cipitated white lead, and again saturated with litharge—carbonic acid gas 
again passed through it,—and so on.—b. English Method : introduced by 
Benson. 100 parts of finely ground litharge are stirred up to the con- 
sistence of paste with the aqueous solution of | part of sugar-of-lead— 
the mixture introduced into a wooden receiver of peculiar construction— 
‘and there kept in constant agitation by means of grooved cylinders, at the 
same time that it is brought in contact with carbonic acid gas, generated 
by the combustion of coke, and cooled by passing through tubes immersed. 
in water. When the paste, after a few days, ceases to absorb carbonic 
acid, it 1s ground with an additional quantity of water between mill- 
stones, and then leyigated with water. The water dissolves out any ace- - 
tate of copper oriron that may be present (Comp. Schabarth, J. pr. Chem. 
24, 828.) Since lead-oxide by itself absorbs carbonic acid very slowly 
{and forms only the bibasic carbonate], the 100 parts of lead-oxide must | 
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be gradually dissolved by the 1 part of gugar-of-lead and converted into 
basic acetate, and then precipitated from the solution by combining with 
carbonic acid. (Pelouze.) 3 


2. Older Method of Preparation.—By exposing plates of lead to the 
vapours of acetic acid, and at the same time to air loaded with carbonic 
acid. The predisposing aflinity of the acetic acid for the lead-oxide 
induces the formation of that compound at the expense of the air; the ~ 
carbonic acid precipitates a portion of the lead-oxide from the basic ace- 
tate in the form of white lead; the acetic acid, robbed of the greater 
portion of its oxide, then acts upon fresh portions of lead, &c. &c. That: 
the acetic acid, in this reaction, does not furnish the carbonic acid by any 
accidental decomposition, but that the latter must be introduced from 
some other source, and that the oxygen of the air is necessary for the 
oxidation of the lead, is shown by the following facts: Lead exposed to 
the vapours of acetic acid in air which is free from carbonic acid, yields 
nothing- but acetate of lead. (Hochstetter,). A lead plate suspended 
within a vessel filled with oxygen and carbonic acid gas, and having a 
layer of acetic acid at bottom, produces a quantity of white lead, the 
oxygen and carbonic acid contained in which correspond to the quantities 
of those gases which disappear, but the acetic acid suffers scarcely any 
diminution. (Pelouze, Ann. Chim. Phys. 79, 112; also J. pr. Chem. 25, 
486.) Lead moistened with acetic acid, and exposed to carbonic acid 
gas free from air, at a temperature between 30° and 40°, undergoes no 
alteration in -the course of 24 hours; but if air be admitted, the metal 
becomes coated with white lead in the course of six hours. (Hochstetter, 
J. pr. Chem. 26, 388.) In the Dutch method of preparation, weak beer- 
vinegar is used containing only 14 per cent. of acetic acid, and a consi- 
derable quantity of acetic acid is found in the resulting white lead ; 
hence the large quantity of carbonic acid contained in the white lead 
cannot bé derived from the acetic acid. Formic acid in the place of 
acetic acid yields no white lead, because it does not form with lead-oxide 
a basic salt which can.be decomposed by carbonic acid. (Pelouze.) 
a. Dutch Method: Karthen pots glazed inside, 8 inches high, and some- 
what wider at top than at bottom, are filled to one-fourth of their depth 
with beer-vinegar : at one-third of their height from the bottom are three 
projecting points, on which a cross piece of wood is laid ;.on this are 
placed, in a vertical position, a number of leaden plates rolled up in 
voluminous spirals; and the whole is covered with a leaden plate. The 
pots are placed in rows upon horse-dung under a shed, and covered with 
boards, on which is laid another stratum of horse-dung; on this again is 
~ placed another row of pots,—and so on, till six rows are formed one above 
_the other. The dung, by its slow decomposition, evolves heat, which 
favours the evaporation of the vinegar, and likewise gives off carbonic 
acid, whereby the lead-oxide is separated from the acetic acid. Circula- 
tion of air is essential to this process. In the course of 4 or 5 weeks, 
the greater part or the whole of the lead is converted into white lead, the 
change taking place from without inwards. The white lead is then 
detached—ground to a semi-fluid consistence while still moist—freed 
from adhering acetate by washing—and dried in small round pots having 
the form of truncated cones. Unwashed white lead still contains a large 
quantity of neutral acetate (Pelouze); according to Hochstetter, it con- 
tains from 2 to 12 per cent.—b. German Method: Plates of lead are 
_ suspended within wooden boxes placed in heated chambers, and containing 
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a stratum of acetic acid; or the viata are suspended in heated chambers, 
haying their floors covered with tan and acetic acid. 

When basic acetate of lead-oxide is precipitated by a very slight 
excess of carbonate of soda, the precipitate likewise consists of 2(PbO, a 
CO*)+PbO,HO. (Hochstetter.) 

White lead forms a white, earthy, dense and Honey mass, which 
possesses greater coating power than any other white pigment. By 
_ whichever of the preceding methods it is prepared, it is found, when 
diffused through water and examined by the microscope, to consist of 
non-crystalline, transparent, round and oval globules of the size of 0:00001, 
or rarely from 0:00003 to 0:00004 of an inch; the new method yields 
globules somewhat larger and more transparent than those obtained by 
the older process. (Hochstetter. ) 

1, a. M is white lead prepared.in the Magdeburg factory, by the 
newer French method.—1, a. Hoch. is that prepared in the same manner 
on the small scale by Hochstetter. —2, a. Holl. is white lead from the 
Dutch factories, and. prepared by the Dutch process. —2, a. Hoch. is white 
lead prepared by Hochstetter himself, according to the Dutch process. 
2, 6. Kr. is Kremser white (which contains more or less of a blue colour, 
probably indigo, and therefore yields.a few metallic globules when ignited.) 
(Afulder).—2, 6, Of. is white lead from Offenbach.—Zngl. is English 
white lead (mode of preparation not given).—Harz. is white lead from a 
factory in the Harz (mode of preparation not given).—Strat. is white 
lead prepared in a particular manner by Stratingh, containing less hydrated 
oxide than the ordinary product, and consequently remaining white in 
the dark when mixed with poppy oil.—Saturated. is Dutch white lead, 
suspended in water and exposed for some time to a stream of carbonic 
acid gas. 
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Mulder (Ann. Pharm. 88, 242; also J. pr. Chem. 19, 70) dried the white 
lead at 130° before analyzing it, whereby it lost from: 0:23 to 0°34 per 
cent. of hygroscopic water. Hochstetter (J. pr. Chem. 26, 338) and 
Link (Ann. Pharm. 46, 232), and probably also Bette (Ann. Pharm. 
33, 251), analayzed white lead dried at 100°. Boe. found in the 
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'- varieties of white lead which he examined, a small quantity of acetate of 
_ lead-oxide, which was completely extracted by boiling water, and which he 
‘regarded as the neutral acetate (sugar-of-lead). The proportion of 
acetic acid amounted to 0°56 per cent. in 1, a. WZ; to 0°52 in 2, b. Kr. upper 
‘series; to 0°34 in the Harz specimen, and to 0°70 per cent. in 2,6. Kr. 
lower series.—Mulder found in Stratingh’s white lead: lead-oxide 85°74; 
carbonic acid 12°22; combined water 1°75; hygroscopic water 0°55; and 
acetic acid 0°12 (excess 0°38). In the analyses given in the preceding 
table, the hygroscopic water is deducted together with the acetic acid, 
and as much lead-oxide as the lattér requires to form neutral acetate. 
From other kinds of white-lead, Mulder could not extract any acetic acid 
by boiling with milk-of-lime,—the only substance thereby extracted 
being a trace of chloride of calcium, proceeding from chloride of lead 
contained in the white lead, and probably prodtced by impurities in the 
waiter used in preparing it. Link, also, on distilling Kremser-white with 
sulphuric acid, obtained not a trace of acetic acid.—-Mulder, on dissolving 
white lead in cold and very dilute acetic acid, found that Dutch white 
lead left small quantities of lead, sulphide of lead, sulphate of lead-oxide, 
aiid chloride of lead—Kremser-white and English white lead, small quan- 
tities—and Stratingh’s white lead, traces of sulphate of lead-oxide and 
chloride of lead.—|For the analyses of Pfaff and Bischoff, vid. Schw. 53, 
119; J. pr. Chem. 7, 172.] . 
From the analyses just given, it may be concluded that white lead is 
composed of 2(PbO,CO*)+PbO,HO, but that this compound—especially 
if the action of the carbonic acid be long continued—-may be mixed more 
or less with monocarbonate, PbO,CO*, whereby its value is increased. 
The smaller the quantity of hydrate that it contains, the better does it 
spread, and the less is it lable to turn brown;—e. g. that of Stratingh.— 
Probably, therefore, pure monocarbonate of lead-oxide, e. g. that prepared 
by precipitating a lead-salt with carbonate of potash, might be the best 
adapted for a pigment. , ata Ais 
Ordinary white lead is mixed with considerable quantities of heavy  # 
spar, gypsum or chalk. Heavy spar and gypsum, likewise any sulphate __ 
of lead that may be accidentally present, are left behind when the white 
lead is dissolved -in dilute acetic or nitric acid. When white lead con- . 
taining chalk is treated with hydrochloric acid, the filtrate evaporated, 
and the residue digested in alcohol, a solution of chloride of calcium 4 
is obtained. Pure white lead dissolves completely in boiling dilutéy @ 
potash-ley; concentrated solution of potash, according to Béttger, con-”. 
yerts it into anhydrous lead-oxide. | Oe 


c. Monocarbonate.—Yound native in the form of Lead-spar or White 
lead-ore. Sometimes it exhibits the form of the sulphide or sulphate 
from which it has been formed. Obtained by precipitating a normal 7 
lead-salt with an alkaline carbonate in excess. Berzelius (Pogg. 47,199) - 
precipitates nitrate of lead-oxide with carbonate of ammonia; if carbonifte — 
of soda be used as the precipitant, and the precipitate boiled with the 
liquid, the carbonate of lead-oxide (according to the same authority) car- 
ries down with it a small quantity of carbonate of soda. Bette precipitates 
sugar-of-lead with carbonate of ammonia; Mulder with carbonate of 
potash.—@ According to Lefort (WV. J. Pharm. 15, 26), the precipitate 
thrown down by alkaline carbonates from a hot solution of lead consists— 
of 3Pb0,2C0,?HO; the neutral carbonate PbO,CO? is obtained only by - 
precipitating in the cold. T 
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. The native compound belongs to the right prismatic system; Fig. 
155, 56, and other forms. w:w'=62° 56’; w!t—122° 28’; a:u=148° 33’; 
4:t=144° 44’. Cleavage parallel to vu. (Hauy.) Specific gravity 6:465. 
(Mohs.) Harder than calespar. Colourless, transparent, with an ada- 
mantine lustre. Decrepitates when heated. The artificially prepared 
salt is a white powder, whose density, according to Karsten, is 6°4277.— 
Carbonate of lead-oxide gives off carbonic acid when ignited; dissolves 
very sparingly in cold water, to a greater extent in water containing sal- 
ammoniac, especially on the application of heat. According to Frese- 
nius (Ann. Pharm. 59, 124), 1 part of the salt dissolvesin 50551 parts of 
pure water of medium temperature; in 23450 parts of water containing a 
small quantity of acetate of ammonia, together with carbonate of am- 
monia and free ammonia; and in a somewhat smaller quantity of water 
containing a large quantity of nitrate of ammonia together with carbonate 
of ammonia and free ammonia. {—It combines with chloride of lead. 
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Lead-earth is earthy monocarbonate of lead-oxide.—Zinc-lead-spar 
_ contains 7 per cent. of zinc-carbonate united with the lead-carbonate. 
(Karsten, Schw. 65, 365.) 

d. Five-fourths Carbonate ?—Mononitrate or acetate of lead-oxide 
mixed with sesquicarbonate of soda, yields, without sensible evolution of 
carbonic acid, a white, heavy precipitate, which, when washed and dried 
in the air, resembles white lead and contains ‘80 per cent. of lead-oxide 

and 20 of carbonic acid. 

e. Acid Carbonate.-—Carbonate of lead-oxide is very slightly soluble 
in water containing carbonic acid. A solution of lead-oxide in water is 

f rendered turbid by a small quantity of carbonic acid, but regains its 
sepa when treated with a larger quantity. (Wetzlar.) Lead 
“®overed with aqueous solution of carbonic acid, in a vessel containing air, 
‘begins to tarnish on the second day, and the liquid, which remains trans- 
parent, acquires a strong brown colour when treated with sulphuretted 
hydrogen, and yields a small white precipitate on boiling. But traces of | 
various salts in the carbonic acid water prevent the solution of the lead. 
(Tiinnermann.)—The solution of lead-oxide in water is rendered turbid 
». by,a small quantity of carbonic acid, but regains its clearness almost 
; entirely under the influence of a larger quantity. The mixture reddens 
- litmus and becomes turbid when heated or when mixed with carbonate of 
soda. (Wetzlar.)—White lead- precipitated by carbonic acid from basic 
lead-acetate dissolves in carbonic acfd water;-the solution contains be- 
tween gogz and 3545, of oxide, is rendered turbid by monocargonate and 
bicarbonate of potash, and coloured brown by sulphuretted hydrogen. 
(Yorke.) According to Fr. John (Ann. Pharm. 28, 117), carbonate of 
lead-Oxide is not soluble in carbonic acid water. os * 
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Leap AND Boron. 


Borate oF LEAD-OxIDE, or LEAD-BORATE.—da. By Fusion.—x«. 112 
parts of lead-oxide fused with 24 parts of boracic acid form a very soft 
yellow glass, which has a density of 6:4, softens even on immersion in 
boiling oil, is a perfect insulator, and tarnishes in hydrosulphuric acid 
gas from formation of lead-sulphide.—8. With 48 parts of boracic acid, 
the glass has less colour and greater hardness.—y. With 72 parts of 
boracic acid, the glass is nearly colourless and as hard as flint glass, but 
has a greater refracting power. (Faraday, Pogg. 18, 561.) 

b. By Precipitation. An aqueous solution of borax added to a lead- 
salt throws down white flakes, which may be fused toa transparent glass; . 
they are slightly soluble in pure water, but insoluble in water containing 
a soda-salt; hence borax in excess throws down the whole of the lead 
from lead-salts. (Soubeiran.) The salt precipitated by borax is PbO,2BO%, 
and the same proportion holds good in precipitation by quadroborate of 
ammonia, because, in that case, boracic acid remains in the liquid in com- 
bination with a very small quantity of lead-oxide. (Soubeiran, J. Pharm. 
11,31.) According to Tinnermann (Kastn. Arch. 20, 8), borax added in 
excess to nitrate of lead-oxide, either at ordinary temperatures or ata 
boiling heat, throws down a salt containing 70°99 p. c. lead-oxide to 
29°01 boracic acid. If the solution of borax is previously mixed with a 
quantity of boracic acid sufficient to give it a slightly acid reaction, a 
bulky white precipitate is thrown down containing 55°18 lead-oxide to 
44°82 boracic acid. 


LEAD AND PHOSPHORUS. 


A. PHospHipE oF Leap.—a. When phosphorus is thrown upon melted 
lead, or when lead-filings are ignited with an equal weight of glacial 
phosphoric acid, or chloride of lead with phosphorus, a compound is 
formed containing not more than 15 per cent. of phosphorus: it has the 
colour of lead; may be cut with a knife, but splits into lamine when 
hammered; tarnishes quickly when exposed to the air; and, when heated 
before the blowpipe, yields a phosphorus-flame and a globule of lead. 
(Pelletier, Ann. Chim. 13, 114.)—b. Phosphuretted hydrogen gas passed 
for two hours through a solution of sugar-of-lead, yields a brown preci- 
pitate, which burns before the blowpipe with a small phosphorus-flame, 
forming beautifully crystallized lead-phosphate. (H. Rose, Pogg. 24, 
326.) 


B. HypornosPHitE oF LEAD-OXIDE, or LEAD-HYPOPHOSPHITE. — 
1. Lead-oxide in excess yields with cold aqueous hypophosphorous acid a 
solution which exhibits an alkaline reaction, and, when neutralized with 
hypophosphorous acid, deposits the monobasic salt in crystalline laminz 
having a feebly acid reaction, When the acid is heated with excess of 
oxide, lead is reduced and phosphate of lead-oxide formed. (H. Rose, 
Pogg. 12, 288).—2. By digesting recently precipitated carbonate of lead- 
oxide with aqueous hypophosphorous acid, and then filtermg and eva- 
porating, small, slightly rhombic prisms with dihedral summits are 
obtained, which redden litmus and give off no water at 100°. (Wurtz, 
Ann. Pharm, 48, 227.) 
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When heated to redness in a retort, it gives off spontaneously in- 
flammable phosphuretted hydrogen, and leaves phosphate of lead-oxide 
mixed with a very small quantity of phosphoric oxide. Dissolves with 
difficulty in cold water, more easily in hot water, but not in alcohol, 
which, on the contrary, precipitates it from the aqueous solution in pearly 
scales. The aqueous solution is not decomposed by boiling. Ammonia 
in excess throws down from it a powder containing 91:29 per cent, of 
lead-oxide, 1°57 acid, and 7:14 water; when the liquid filtered from this 
precipitate is boiled, it deposits flakes which, after drying, contain 86°83 
oxide, 4°58 acid, and 8°79 water; the liquid still retains lead-oxide in. 
solution. (H. Rose. 

The alkaline liquid obtained by saturating aqueous hypophosphorous 
acid with lead-oxide, if kept cold for a long time in a stoppered bottle, 
deposits a sandy powder, and acquires thereby the power of reddening 
litmus; because the salt which remains in solution is monobasic. (H. Rose.) 
—Wurtz did not succeed in preparing a basic salt; the alkaline hypo- 
phosphites do not precipitate basic lead-acetate; but the mixture becomes 
turbid even in the cold, and more quickly when heated, giving off pure 
hydrogen gas and depositing phosphite of lead-oxide, which is likewise 
the sandy powder observed by H. Rose.—A peculiar compound belonging 
to this head was obtained by Grotthuss. (Phys. chem. Lorschungen, 1, 
106.) | 


C. Puospuite oF LEAD-oxIDE, or LEAD PHospHiItE.—a. Quadrobaste. 
—Formed by digesting recently precipitated diphosphite of lead-oxide 
with aqueous ammonia in a closed vessel for several weeks, and then 
washing with alcohol. ‘The filtrate is free from oxide of lead. The salt 
when heated to redness in a retort, turns blackvand yields hydrogen gas 
free from phosphorus, and a residue which in 100 parts contains 87:03 
oxide and 12°97 phosphoric acid. 100 parts of the salt evaporated with 
nitric acid and then heated to redness, leave 99°92 parts of lead-phosphate — 
containing 85°80 parts of oxide. (H. Rose, Pogg. 9, 222.) ! 
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_ 6b, Bibasic.—To prepare this salt, terchloride of phosphorus dissolved 
in a large quantity of water is neutralized almost completely with. 
ammonia; a hot aqueous solution of lead-chloride added to the liquid, the 
bulky precipitate freed from adhering lead-chloride by continued washing 
with boiling water; then pressed to remove the greater quantity of the 
liquid, and dried in vacuo over oil of vitriol.— White powder. (Berzelius.) 
Kiven if the washing be continued till the wash-water no longer gives a 
turbidity with solution of silver, the precipitate still retains a portion of 
lead-chloride; hence a better mode of preparation is to precipitate acetate 
of lead-oxide with phosphite of ammonia. (H. Rose, Pogg. 9, 42.) 
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The salt, when heated in a retort, turns black, gives off hydrogen gas 
together with a large quantity of non-spontaneously inflammable phos- 
phuretted hydrogen, and afterwards yields pure hydrogen gas together 
with a tolerably large quantity of sublimed phosphorus—more than any 
other phosphite—and leaves a blackish residue. Since the salt prepared 
with chloride of lead likewise yields this blackish residue, the blackening — 
probably arises, not from the acetic acid of the lead-acetate, but from the 
phosphorus; hence on dissolving in nitric acid, the black matter which 
separates at first is gradually dissolved. The blackish residue contains 
79°01 per cent. (5 At.) lead-oxide and 20:99 per cent. (not quite 2 At.) 
phosphoric acid. Therefore; 


5(2PbO, PO? + HO) = 10PbO,4P0°+P+5H. 


(H. Rose, Pogg. 9, 221.)—The salt evolves sulphurous acid from heated 
oil of vitriol. (Wurtz.) When heated with nitric acid, it yields diphos- 
phate of lead-oxide, whereas cold nitric acid dissolves it without alteration. 
(Berzelius, Ann. Chem. Phys. 2, 229.)—It dissolves very sparingly in 
warm phosphorous acid, and is precipitated from the solution in white 
flakes by ammonia. (Wurtz.) . 


# 


D. OrpInaARy. PHOSPHATE OF LEAD-oxIDE, or LEAD-PHOSPHATE. — _ 
a. Terbasic. 1. By digesting 6 with aqueous ammonia.—2. By precipi- 
tating neutral acetate of lead-oxide with diphosphate of soda, whereby 
acetic acid is set free. White; less fusible than 6. When heated on 
charcoal before the blowpipe, it is reduced to 6, while the third atom of 
lead-oxide is reduced. (Berzelius, Mitscherlich, Heintz.) 
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6. Bibasic. Formed by double decomposition.—The best mode of 
obtaining it pure is to mix diphosphate of soda with a hot aqueous 
solution of chloride of lead. (Berzelius.) The alkaline diphosphate must 
be added drop by drop to the lead-salt, so that the latter may remain in 
excess: in the contrary case, a monophosphate of the alkali is formed and | 
triphosphate of lead-oxide is precipitated. (Mitscherlich.) The salt is 
obtained in an impure state by mixing acetate or nitrate of lead-oxide 
with an aqueous solution of acid phosphate of lime, or with a solution of 
bone-ash in nitrie acid, or with urine.—White powder, which fuses at a 
gentle heat, and on cooling assumes a crystalline structure, the solidifica- 
tion being accompanied by vivid incandescence. (Fuchs, Schw. 18, 292.) 
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The salt melts before the blowpipe on charcoal, without reduction of 
the lead. (H. Rose.) When strongly ignited with charcoal, it yields 
lead and likewise phosphorus which volatilizes. (Sch. 83.) It is decom- 

posed by sulphuric and by hydrochloric acid; dissolves in nitric acid, and 

in potash and soda, not in water or in acetic acid; but according to Brett, 
it dissolves in solution of sal-ammoniac, and is completely precipitated 
therefrom by a large excess of ammonia. 


] According to Heintz (Pogg. 738, 122), and Gerhardt (¥. Ann. 
Chim. Phys. 22, 505), the precipitate obtained by mixing solutions 
of chloride of lead and phosphate of soda always contains chlorine; 
it is in fact a double salt of phosphate and chloride. of lead (wd. 
p. 150).—When nitrate of lead-oxide and. ordinary phosphate of soda 
are mixed, a precipitate is formed consisting of two salts, one of 
which contains 3 At. base to 1 At. acid, and the other 2 At. base and 
1 At. water to 1 At. acid. The salt containing 2 At. lead-oxide can only 
be obtained pure by precipitating a boiling solution of lead-nitrate with 
pure phosphoric acid. The precipitate is white, crystalline, and has a. 
mother-of-pearl lustre. It fuses before the blowpipe. Its analysis agrees 
with the formula, 2PbO,HO,PO*. (Heintz.) T 


_ ¢ 8 At. Acid to 4 At. Base.—By precipitating the hot aqueous 
solution of lead-chloride with excess of monophosphate of soda, and 
washing with hot water. White powder which reddens litmus. (Berzelius.) 
Probably a mixture of bibasic and monobasic salt. 
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d. With excess of Acid.—Lead dissolves slowly in aqueous phosphoric 
acid, when aided by the action of the air; a, 6, and ¢ dissolve sparingly in 
that acid; the solution when evaporated yields a few horny ‘erystals. 
[On the phosphates of lead-oxide, vid. Ann. Pharm, 68, 286; also Gerhardt, N, Ann. 
Chim. Phys. 22, 505; Heintz, Pogg. 73, 122.] f 


EK. PyRopHosPpHATE oF LEAD-oOxXIDE.—By precipitating a lead-salt 
with dipyrophosphate of soda. The precipitate dissolves in an excess of 
that reagent, and when boiled with ordinary diphosphate of soda, it is 
converted into ordinary phosphate of lead-oxide and pyrophosphate of 
soda. (Stronteyer.)— White amorphous powder soluble in nitric acid, 
in caustic potash, and in pyrophosphate of soda—insoluble in ammonia, 
acetic acid, and sulphurous acid. (Schwarzenberg.) 
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According to Gerhardt (1. Ann. Chim. Phys. 23, 505), the precipitate 


| _ formed by mixing an alkaline pyrophosphate with excess of lead-nitrate, 


consists of 2PbO,PO*; but, on the contrary, if the alkaline pyrophosphate 
is in excess, the precipitate is redissolved on the application of heat, and 
after it has become permanent, contains variable quantities of alkali, A 
definite compound, PbO,NaO,PO* in the form of a granular precipitate 
_ insoluble in water, may be obtained by boiling the first-mentioned preci- 
pitate with excess of pyrophosphate of soda. T : 
s a 
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F, MetAPHOSPHATE OF LEAD-oxtpE.—WNitrate of lead-oxide mixed 
with metaphosphoric acid and then with ammonia, yields a precipitate 
insoluble in excess of ammonia, (Persoz.)—-% When a tolerably concen- 
trated solution of Fleitmann & Henneberg’s metaphosphate of soda, 
obtained by the process described in page 133, Vol. II. (see also Ann. 
Pharm. 65, 894), is mixed with an equivalent quantity of lead-nitrate, 
and the solution (filtered, if necessary) left to itself, crystals are obtained, 

- which appear to belong to the oblique prismatic system. The crysta!s 
contain 1 atom of water, which they give off with intumescence when 
heated. : 3 
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LEAD AND SULPHUR. 


A. OnE-FourRTH SULPHIDE or Lrap.—A finely divided mixture of 

100 parts of galena and 84 of lead heated for a quarter of an hour 

in a well-closed charcoal crucible placed in a wind-furnace with a 

strong draught, yields 144 parts of a dull, lead-coloured, fine-grained, 

semi-malleable, soft mixture, exhibiting a dark grey colour on the. cut 

_ surface. When oxidized by nitric acid, it yields 36 per cent. of lead- 

sulphate, and must therefore contain 2°96 per cent. of sulphur. (Bredberg, 
Pogg. 17, 274.) . 


' B. DisutpumE or Lrap.—1. By the same process as for the pre- 

.,, ceding compound-—excepting that the mixture is fused in an earthen 

instead ‘of a charcoal crucible, and covered with borax—-150 parts of a 

_ more brittle mixture are obtained, having a dark leaden-grey colour, 

-/ a finely laminar fracture, and containing 7°207 per cent. of sulphut. 

(Bredberg.)--2. Sulphate of lead-oxide ignited in a charcoal crucible 

gives off sulphurous acid and leaves disulphide of lead, which, at a higher 

temperature, partly volatilizes and is partly decomposed, leaving a 
residue of metallic lead. (Berthier, Ann. Chim. Phys. 22, 240.) _ 


’ C. Protosutpuipr oF Leap.—Found native in the form of Galena. 
Sulphide of lead is likewise met with, having the form of the Polymorphite © 
from which it has been produced._-This compound is formed: 1. When 
sulphur is mixed with melted lead, the whole becoming red-hot. A 
mixture of finely divided lead and sulphur in equal numbers of atoms, 
placed in a glass tube and heated at one end, only so far as to induce 
combination, does not continue to burn unless the tube has previously 
been heated in boiling water. Strips of lead, which may be tolerably 
thick, take fire in sulphur vapour and burn with vivid glow and deposi- 
tion of half-fused globules of lead-sulphide. (Winkelblech, Ann. Pharm. 
20, 87.)—2. By heating lead-oxide with excess of sulphur.—3. By 

_bringing hydrosulphuric acid or an alkaline hydrosulphate in’ contact 
with lead-oxide or its salts.—Becquerel (Ann. Chim. Phys. 53, 106), by 
immersing cinnabar in a solution of hydrochlorate of magnesia contained 
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ina glass. tube, dipping” a. tleaden plate to the bottom, and leaving the 
tube well closed for six, weeks,. obtained grey, metal: shining, regular 
tetrahedrons of lead-sulphide, which formed on the sides of the tube; the 
liquid smel#*of hydrosulphuric acid and chloride of sulphur [7], and. gave 
off sulphurous acid when treated with a stronger acid ; i tiggower part of 
the lead became brittle from absorption of mercury. 

The native sulphide forms crystals belonging to the regular system. 
Fig. 1, 2, 4, 6, 8, and other forms; cleavage: very easy parallel to c. 
Specific gravity 7°58; harder.than rock-salt; easily pulverized; of a 
reddish lead-grey colour : decrepitates when heated. The sulphide 
obtained by fusing its elements together is lead-grey, with a crystalline _ 
granular fracture; that which is pfecipitated by sulphuretted hydrogen, is 
a brown-black powder, and, according to Karsten, has a density of 7°5052 
after fusion. Sulphide of lead fuses.at a strong red heat, volatilizes at a 


stronger heat, and sublimes undecomposed, if kept from contact with 
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Sulphide of lead when gently ion: in. the air, gives off the greater 
part ofits sulphur in the form of sulphurous acid, while metallic lead 
_ (amounting to about half the total quantity) and sulphate of lead-oxide 

remain behind. (Descotils, Ann. Chim. Phys. 55, 441.) Sulphide of lead 
precipitated from the nitrate by solution of sulphide of strontium, and 
then dried between 40° and 50°, took fire. when nearly dry, and continued 


to burn for an. hour, till it was wholly. conyerted into sulphate. (Anthon, ~ 


— Repert. 59, 250.) Sulphide of lead dissolves: in’ moderately strong nitric 
acid, giving off nitric oxide and depositing. sulphur; by fuming nitric acid 
it is converted, with violent evolution of heat, into sulphate. Aqua-regia 
decomposes it with facility, forming sulphate: of lead-oxide and chloride 
of lead.— When ignited in a current of, aqueous yapour, it volatilizes, 
partly without decomposition ; nevertheless itegives off a small quantity 
of hydrogen and sulphurous acid gas, and: leaves sulphide of lead mixed 
with metallic lead and the protoxide, (Descotils. )-In. vapour of water it 
evolves hydrosulphuric acid gas, and becomesyeovered. with a thin film of 
metallic lead. The first products: formed.are, -hydrosulphurie acid and 
lead-oxide; the latter then reac he’ remaining sulphide, yielding lead 
and sulphurous acid, by. whi n,a large portion of the hydrosul- 
phuric acid is decomposed. (Reenault, Ann.* Chim. Phys. 62, 381.) 
Pattinson (Schw. 56, 201) obtained a large. ‘quantity of hydrosulphuric 
acid gas and a fused residui Iphide. of. lead dissolves in strong 
hydrochloric acid, hydrosul phu tit dcid being evolved and chloride of lead 
produced. Chlorine gas ee s Wet decompose it at ordinary temperatures, 
but on the application of heat; the compound is-slowly converted into 
chloride of sulphur and chloride’ of lead, the latter remaining behind. 

(H. Rose, Pogg. 42, 540.) . The chloride ‘of lead amounts to 114: 68 per 
cent. (Iellenberg, Pogg. 50,73.) When heated to,whiteness in a char- 
coal crucible, it yields. [with evolution of sulphide of carbon] first 
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disulphide and afterwards one-fourth sulphide of lead. (Fournet.) Hy- 
drogen gas, at a somewhat powerful red heat, converts sulphide of lead 
anto sulphuretted hydrogen and metallic lead. (Descotils.) H. Rose, who 
at Descotils’ suggestion applied less heat, obtained no decomposition. 
2 parts of sulphide of lead ignited in a porcelain retort with 1 part of 
carbonate of soda yield 53 per cent. of lead, together with an easily fusible — 
slag, containing sulphide of lead, sulphide of sodium, and a large quantity 
of sulphate of lead-oxide : : 


7PbS +4NaO = NaO, SO? + 3(NaS, PbS) + 4Pb. 


The same mixture ignited in an open crucible yields 63 per cent.; and if 
heated in a shallow vessel, the heat. being slowly raised and long con- 
tinued, it yields from 75 to 80 per cent.; for the oxide which forms by 
contact with the air, exerts a decomposing action on the sulphide of lead 
which still remains dissolved in the sulphide of sodium,—and if 4 parts 
of dry carbonate of soda be used to 1 part of lead-sulphide, the separation 
of the lead is complete. The action of the air may be replaced by that 
of nitre. If 10 parts of galena be fused with 30 parts of carbonate of 
soda, and 8 parts of nitre added, the quantity of lead reduced amounts to 
between 75 and 78 per cent. The galena may likewise be fused with 
‘carbonate of soda and nitre at once. 1 part of sulphide of lead fused 
with 4 parts of black flux yields 75. parts, and with 4 parts of tartar, 
80 per cent. of lead; and 1 pt. lead-sulphide ignited in a charcoal crucible 
with 8 or 4 parts of carbonate of soda yield from 74 to 75 per cent. of 
metal, Lime or baryta, heated to whiteness with sulphide of lead in a 
charcoal crucible, decomposes it partially, so that the slag of sulphide of 
lead and barium or sulphide of lead and calcium contains globules of lead 
mixed with it. (Berthier, Ann. Chim. Phys. 33, 156.) Protosulphide 
and protoxide of lead decompose one another without fusion. With 1 
atom of sulphide and 2 atoms of litharge, the products are sulphurous 


acid gas and metallic lead: 


PbS +2PbO = 3Pb +S0% 


Any excess of litharge remains undecomposed on the top of the lead; if 
an excess of sulphide be present, a lower sulphide is formed. Bat if the 
litharge already contains another metallic sulphide in solution, ¢. g. sul- 
phide of zine or sulphide of iron,-it then dissolves the lead-sulphide 
without. decomposing it. (Berthier, Ann. Chim. Phys. 39, 262.) Ac- 
cording to Débereiner (Schw. 17, 248), sulphide of lead may be fused with 
the protoxide without decomposition. Protosulphide of lead ignited with 
protoxide of copper, yields sulphurous acid, metallic copper, and ‘a slag 
consisting of dioxide of copper and protoxide of lead. (Karsten, Schw. 
66, 400.)—Iron separates lead from the sulphide almost entirely, even 
when the sulphide is dissolved in sulphide of sodium. 10 parts of 
sulphide of lead, 20 of dry carbonate of soda, and 2 or 3 of iron, yield 
from 77 to 80 per cent. of lead. (Berthier.) Recently precipitated 
sulphide of lead added to the aqueous solution of a copper or silver salt 
throws down sulphide of copper or sulphide of silver. (Anthon.) Sulphide 
of lead is not decomposed by aqueous sulphurous acid, nor, at a red heat, 

by carbonic oxide or carbonic acid gas. 


D. PENTASULPHIDE oF Lrap.—Lead-salts give with aqueous penta- 
sulphide of potassium a brown-red precipitate, which, in a few seconds, is 
resolved into a mixture of protosulphide of lead and free sulphur. 
(Berzelius.) - 
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EK. Hyposvnruite or Leap-ox1pr.—Formed by precipitating nitrate ee 
of lead-oxide with hyposulphite of lime.—White powder, which blackens*” 
even below 100°. When raised to a higher temperature, out of contad 
of air, it gives off sulphurous acid gas, and is converted into sulphide o 
lead mixed with sulphate; when heated in contact with air, it burns with 
a feeble flame. It dissolves in 3266 parts of water. (Herschel.) Remains 
white at 100°, but acquires a dark colour at 200°. When heated in a 
retort, it yields sulphur, sulphurous acid, and 78°57 per cent. of a grey 
pulverulent mixture of sulphide of lead and sulphate of lead-oxide. It 
dissolves in aqueous alkaline hyposulphites, forming double salts. (Ram- 
melsberg, Pogg. 56, 308.) . 
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¥. TrerraTHionaTE oF Leap-oxipE.—lodine added to aqueous hypo- 
sulphite of lead-oxide throws down iodide of lead, while tetrathionate of 
lead-oxide and a trace of iodide of lead remain in solution. (Fordos & 
Gélis. ) 


_ G, Triruionate or LEAD-oxipz.—Aqueous trithionic acid forms 
with lead-salts a white precipitate which turns black when heated, 
(Langlois. ) 


H. Sunpuitr or Leap-oxipz, or LEAD-suLPuHITE.—Formed by double 
decomposition. White, tasteless powder. Gives off sulphurous acid gas 
when heated, and leaves a mixture of sulphide and sulphate. Strong 

_ nitric acid converts it into sulphate. Sulphuric or paises acid 
expels sulphurous acid from it. Insoluble in water. 
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I. Hyposutpuate or Leap-oxipe.—a. Tenbasic Salt.—Yormed by 
decomposing 6 or c with excess of ammonia. Soft, white powder, having 
an alkaline reaction, containing about 81 parts (10 At.) of lead-oxide, 
5 pts. (1 At.) of acid, and 14 pts. (20 At.) of water; decomposed by 
carbonic acid; very sparingly soluble in water. . 

6. Bibasic ?—By decomposing the solution of ¢ with an insufficient 
quantity of ammonia. Very soft, white needles, having an alkaline 
reaction. When digested with nitric acid, this compound is converted 
into 85°09 per cent. of sulphate; and, if sulphuric acid be then added to 
the liquid, 11 per cent. more of sulphate is precipitated. It gives up its 
excess of lead-oxide to the carbonic acid of the air. Difficultly soluble in 
water. . 

c. Monobasic.—Carbonate of lead-oxide is dissolved at a gentle heat 
in aqueous hyposulphuric acid, and the solution left to spontaneous 
evaporation. Large crystals, permanent in the air; they belong to the 
hexagonal system, and are nearly identical in form with those of the 
hyposulphates of strontiaand lime. Primary form, Mig. 151; 7’ :7?=119°. 
Taste, very sweet and somewhat rough. ‘The salt when ignited yields 
69°36 per cent, of lead-sulphate. Very easily soluble in water. (Heeren.) 
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Crystallized. Heeren. 
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K. SunpHate oF L&EAD-oxIpDE, or LEAD-sULPHATE.—a. Basic.— 
1. Aqueous ammonia digested with salt, 6. removes only a part of the 
sulphuric acid. (Vauquelin, Scher. J. 4, 56.)—2. Monosulphate of lead- 
oxide is rendered much more fusible by the addition of more oxide. One 
atom of lead-oxide forms with 1 atom of the sulphate, a colourless, easily 
fusible mixture, which, on cooling, crystallizes in transparent and colour- 
less prisms; with 2 atoms of the sulphate, it fuses at commencing white- 
ness and yields a fibrous enamel; with 4 or 8 atoms of the sulphate, a 
white, translucent, somewhat crystalline glass is formed. (Berthier, Ann. 
Chim. Phys. 48, 287.) 

b. Monobasic.—Found native, in the form of Lead-vitriol. Some 
specimens of the native sulphate, formed from galena, are still cleavable 
in the direction of the cubical faces.—This salt is formed: 1. When oil of 
vitriol is heated with lead.—2. Slowly,-when lead is placed in contact 
with aqueous sulphuric acid and with the air.—3. By contact of sul- 
phuric acid with lead-oxide or its salts.—4. By contact of sulphuric 
acid with red or brown peroxide of lead. Lead-oxide does not absorb 
the vapour of anhydrous sulphuric acid ‘at ordinary temperatures. (H. 
Rose, Pogg. 32, 94.)—Kuhlman (Ann. Pharm. 88, 366) observed that 
when the acid vapours in a vitriol-work were made to pass from the first 
leaden chamber into several others, in order to condense the whole of the 
sulphuric acid, the leaden plates were rapidly corroded by the excess of 
hyponitric acid present, and sulphate of lead-oxide was formed in the 
shape of silky needles and lamine, of specific gravity 6°07. 

The native sulphate belongs to the right prismatic system; Fug. 46, 
47, and other forms, produced more especially by the entry of the faces 
u, m, and t, Cleavage parallel to 2, y, and uw; 7: v’=76° 12’; y:y= . 
101°°82'; 2: y=119° 51! (Hauy) w : w'=104°; the angles exactly equal 
to those of Celestine. (Mitscherlich.) Specific gravity 6°1691 (Karsten); 
6°298 (Mohs). Hardness equal to that of calespar. ‘Transparent, colour- 
“less, with an adamantine lustre.—The artificial variety forms a white, 
loosely coherent mass, or a white powder.—Fuses at a red heat and 
forms a crystalline solid on cooling. : 


Klaproth. Berzelius. Berthier. Bucholz. 
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Not decomposed at the highest temperature when heated alone. 
When ignited with silica or clay, it gives off all its acid in the form of 
sulphurous acid and oxygen gas. Heated to redness with 68 per cent. of 
_ lead or 0°3 of charcoal, it yields pure vitrefied oxide; with 6 per cent. 
of charcoal at the same temperature, it yields 63 per cent. of metallic © 
lead, on the surface of which a small quantity of fused oxide floats; with 
9 per cent. of charcoal,’ sulphurous acid is evolved, and 71 per cent. 
of lead containing sulphur (67 lead to. 4 sulphur) produced.’ (Ber- 
thier, Ann. Chim. Phys. 20, 275.) When lead-sulphaté is heated to low — 
redness with excess of charcoal, carbonic acid is eyolved without any 
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sulphurous acid, and sulphide of lead remains behind; with equal num- 
bers of atoms (152 lead, 6 charcoal) also, provided the temperature be 
kept low, nothing but carbonic acid is evolved, and only half of the salt 
_is reduced to the state of sulphide: 


2(PbO, SO?) + 2C = PbO, SO* + PbS + 2CO?. 


If the heat be then raised, the sulphide and sulphate decompose each 
other, forming sulphurous acid and metallic lead: : 


PbO, SO?+ PbS = 2Pb +280? 


With 2 atoms of lead-sulphate to 1 atom of charcoal (304 lead, 6 char- 
coal), + at. sulphide of lead is produced at a moderate red heat: 


4(PbO, SO%) + 2C = 3(PbO, SO%) + PbS + 2C0”. 


at a stronger red heat, this half-atom of sulphide, together with 12 at. 
sulphate, yields sulphurous acid gas and protoxide of lead: 


3(PbO, SO?) + PbS = 4PbO + 4802. 


(Gay-Lussac, Ann. Chim. Phys. 63, 454; also J. pr. Chem. 11, 68.)— 
Sulphate of Jead-oxide ignited in a current of hydrogen gas yields water, 
sulphurous acid, and finally hydrosulphuric acid, whilst a mixture of 
- metallic lead and sulphide of lead is left behind. (Arfvedson, Pogg. 1,73.) 
—When fused with an equal number of atoms of common salt, it gives 
off dense fumes of chloride of lead, and yields a compact grey mass with 
a scaly fracture. With 3 At....1 At. chloride of barium, it fuses imper- 
fectly, giving off chloride of lead, and forming a white enamel with a 
granular fracture. (Berthier.)—By aqueous carbonate of ammonia or 
carbonate of potash, it is converted into carbonate of lead-oxide.—It 
dissolves completely in warm ammonia, and separates from the solution 
[as a basic salt?] on cooling. (Wittstein.) It is slightly decomposed by 
a cold solution of sal-ammoniac, to a greater extent on boiling, and com- 
pletely, when repeatedly boiled with fresh quantities of sal-ammoniac, | 
‘the products being chloride of lead which crystallizes on cooling, and 
sulphate of ammonia. (A. Vogel, J. pr. Chem. 2, 196.) It dissolves 
completely in a boiling solution of hydrochlorate or succinate of ammonia, — 
but does not separate out on cooling. (Wittstein, Repert. 68, 329.) The 
‘solution in cold sal-ammoniac is precipitated by a very large excess of 
ammonia. (Brett.)—By solution of common salt, it is but very slightly 
decomposed. (Bley, WV. Zr. 26, 2, 292.)—It dissolves in 969 parts of 
aqueous nitrate of ammonia of specific gravity 1:29. The solution is 
rendered turbid by sulphate of potash, not by sulphuric acid, because the 
latter sets nitric acid free, which then exerts a still stronger solvent 
action.—It dissolves in 47 parts of aqueous acetate of ammonia, of specific 
gravity 1°36, forming a solution which is precipitated by sulphuric acid 
and sulphate of potash. (Bischof, Schw. 51, 228.)—When digested with 
_ aqueous nitrate of baryta containing excess of acid, it yields nitrate of 

lead-oxide. (Thénard.)—It dissolves slightly in heated hydrochloric acid, 
the solution depositing a small quantity of chloride of lead on cooling, | 
while free sulphuric acid remains in the liquid. (Descotils, W. Gehl. 2, 
175.)—On evaporating the hydrochloric acid solution (but not on boiling), 
the chloride of lead is decomposed. (Hayes.)—Sulphate of lead-oxide 
dissolves in nitric acid, the more readily in proportion as the acid is 
warmer and more concentrated. At 12°5°, itdissolves in 172 parts of 
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nitric acid of specific gravity 1:144. Water does not render the solution 
turbid, but sulphuric acid precipitates it completely; it is likewise 
precipitated by carbonate of ammonia. (Bischof.) Dilute nitrie acid 
also dissolves it, though slowly; the solution is not precipitated by 
phosphoric or hydrochloric acid, and not at all, or but very slightly, by 
alkaline sulphates; it is precipitated, however, by tartaric avid, and more 
especially by dilute sulphuric acid: the larger the excess of nitric acid | 
present, the greater is the quantity of sulphurie acid required to produce 
a precipitate. The precipitation is gradual, and if the quantity of nitric 
acid be not too great, almost complete. (Wackenroder, Ann. Pharm. 41, 
819.) The solution of lead-sulphate in nitric acid yields, on evaporation, 
delicate needles of- sulphate, and likewise octohedrons of the nitrate. 
(Kobell, Kastn. Arch. 5, 93.)—Oil of vitriol dissolves sulphate of lead- 
oxide more abundantly than dilute sulphuric acid; but, according to 
Hayes, the ordinary oil of. vitriol of commerce dissolves a greater quantity 
than a more concentrated atid. Water separates the salt from the solu- 
tion, the more completely as the dilution is carried to a greater extent, 
so that ultimately only a trace remains in solution. —  Dupasquier 
(J. pr. Chem. 31,417) found that sulphuretted hydrogen produced no 
precipitate in strong sulphuric acid which had been boiled with recently 
precipitated lead-sulphate; but when the acid was diluted with water, 
the sulphate was precipitated, and then exhibited the usual reaction with 
sulphuretted hydrogen; the effect produced by water is of course equally 
produced by any stronger base. 7 According to Hayes (Sil. Amer. J. 
17, 195), the cold solution of lead-sulphate in strong sulphuric acid, is 
also rendered turbid and precipitated by hydrochloric acid, because the 
chloride of lead which it forms is insoluble in cold oil of vitriol; but the 
precipitate disappears on heating.—In pure water, sulphate of lead-oxide 
is less soluble than sulphate of strontia, but more soluble than sulphate 
of baryta. I According to Fresenius (Ann. Pharm. 59, 125), 1 part of 
lead-sulphate dissolves in 22816 parts of pure water at 11° C., and in 
86504 parts of dilute sulphuric acid. 


L. SULPHATE AND CARBONATE OF LEAD-ox1pDE.—a. Leadhillite.— 
(3Pb0,CO?), + PbO,SO*.—Yellowish or greenish white rhombic prisms, - 
the angles of the lateral edges being equal to 107° 30! and 72° 30!. Sp. 
gr.—6°3....6°5, (Brooke.)—0. Lanarkite-—PbO,CO? + PbO,SO*.—Greenish 
or yellowish white acute rhombohedrons and six-sided prisms, of specific 
gravity 6°8—7:0; effervesces slightly with nitric acid. (Brooke.) 
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M. SunpHocarBonaTe oF Leap.—According to Berzelius, lead-salts 
give a dark brown precipitate with sulphocarbonate of calcium, and, 
according to Zeise, a red precipitate with sulphocarbonate of ammonium. 
The deep yellow, supernatant liquid becomes colourless in the course of — 
24 hours. (Berzelius.) The precipitate is black after drying, takes a 
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polish by pressure, and when distilled, gives off bisulphide of carbon, and 
is converted into sulphide of lead. (Berzelius.) The precipitate iy 
decomposed in a few hours under water at ordinary temperatures, and 
more slowly under alcohol, yielding sulphide of lead and bisulphide of 
carbon, whereby its red colour is changed to black. If it be quickly 
dried in vacuo over oil of vitriol, and then heated, sulphide of carbon 
sublimes in drops, and sulphide of lead remains behind. Cold hydro- 
sulphate of ammonia and heated potash-ley instantly blacken the red 
precipitate by withdrawing the sulphide of carbon. Iodine, nitric acid, 
and oil of vitriol produce no change in the compound at ordinary tempe- 
ratures, | 


LEAD AND SELENIUM. 


A. SELENIDE or Leap.—Found as a mass closely resembling galena. 
Sp. gr. 6'8. (Comp. Zinken, H. Rose, Pogg. 3, 274, and 286.)—Lead and 
selenium combine, with evolution of light and heat, and form a grey, 
porous, soft mass, which becomes silver-white by burnishing. The com- 
pound when ignited in open vessels, evolves without fusion (the native 
selenide with decrepitation), first a small quantity of selenium, and after- 
wards of selenide of lead in white fumes. When roasted on charcoal 
before the blowpipe, it imparts a blue colour to the flame, gives off 
selenium, produces a red, yellow, and white deposit on the charcoal, and 
is gradually converted into basic selenite of lead-oxide, which imme- 
diately sinks into the charcoal, leaving a silvery film of reduced selenide 
of lead.—Cold . nitric acid dissolves the lead, depositing red selenium, 
which, on the application of heat, dissolves in the form of selenious acid. 
(Berzelius.) The powder yields with oil of vitriol, first a brownish, then 
a greenish, and then a red-brown mixture. If water be added while the 
mixture is greenish, the colour changes to a beautiful red. (Zinken, 
NV. Tr. 12, 2, 278.) —A small quantity of selenium mixed with lead, 
renders it whiter, less ductile, and less fusible. (Berzelius.) } 
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_ B, Sevenite or Leap-oxipr, or LEAD-SsELENITE.—-a, Basic.—By 
strongly igniting 0, or by treating it with carbonate of ammonia.—Trans- 
lucent, friable, fusible substance, having a crystalline fracture. 

b. Monobasic.-_-Found native, sometimes alone, sometimes mixed 
with Tile-ore (Kupferpecherz).—Selenious acid and alkaline selenites pre- 
cipitate lead-oxide from its solution in hydrochloric or nitric acid; in the 
latter case, however, the precipitate retains a small portion of nitric acid. 
The pure salt is obtained by precipitating aqueous chloride of lead with 
excess of selenite of ammonia.—White, heavy powder, which fuses almost 
as readily as horn-lead, forming a yellowish translucent liquid, which, on 
cooling, yields a white, opaque substarice, having a crystalline fracture. 
At a strong red heat, it gives off selenious acid with ebullition, and leaves 
the salt a. Decomposed with difficulty by boiling sulphuricacid. Scarcely 
soluble in water, even when free selenious acid is present. (Berzelius. )— 
The native selenite has a globular structure, fibrous fracture, and sulphur- 
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yellow colour. It decrepitates when heated, without giving off water, ‘ 
and at a red heat fuses into black drops, evolving a small quantity of 


\, 


selenium, and afterwards selenious acid, when the heat is still further ~~ 
increased. On charcoal, before the blowpipe, it fuses to a black slag, ~ 


evolving a strong odour of selenium, covering the charcoal with lead- 
oxide, and yielding reduced lead in ductile grains, the reduction being 
attended with ebullition. It dissolves in warm nitric acid without effer- 
vescence. (Karsten, Pogg. 46, 277.) | | | 
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C. SELENIATE oF LEAD-oXIDE, of LEAD-SELENIATE.—By precipitating 


seleniate of soda with nitrate of lead-oxide (II., 240). White powder, 
insoluble in water. (Mitscherlich. ) . eras 


Leap anp Iopryz. 


A. IopipE or Lrap.—1. Formed by precipitating a lead-salt with | a 


aqueous hydriodic acid, iodide of potassium, or iodide of iron (Gay-Lussac) 


ov nitrate of lead-oxide by iodide of potassium (Boullay, Ann. Chim. Phys. oa 


34, 46), or acetate of lead-oxide by iodide of potassium. The lead- 
acetate must not be in excess, otherwise oxy-iodide of lead: will be precipi- 


tated together with the pure iodide. (Inglis, Brandes, Ann. Pharm. 10, —. 


266.) When acetate of lead-oxide is added in successive portions to iodide «© 


of potassium, the iodide of lead is first precipitated as a yellow powder, 


and afterwards in yellow lamin resembling those of mosaic gold, and the ~ 


liquid, which retains a small quantity of iodide of potassium, turns acid; 
acetate of lead-oxide added in excess to this liquid forms pale yellow, 


shining scales, containing oxy-iodide of lead. If a solution of 1 part-of — 


iodide of potassium in 10 parts of water, be mixed with a very small 
quantity of acetic acid, the addition of lead-acetate produces erystalline 
iodide of lead at once; but if too much acetic acid is present, the iodide 
remains dissolved, and does not separate till the acid is neutralized by 
potash or ammonia. The crystals. are finer as the solutions are more 


dilute. (O. Henry, J. Pharm. 17, 267.)—To obtain iodide of lead in fine ~ 


crystals, dissolve 1 part of iodide.of potassium in 10 parts of water, then : 


add a sufficient quantity of iodine to give the liquid a slight yellowish- 
brown colour, and precipitate by gradually adding a dilute solution of 


lead-acetate. (Hoppf, Kastn. Arch. 22,71.) The product may be purified —- 


by crystallization from a solution in boiling water. (Boullay, Brandes.) .— 


—When iodide of potassium is precipitated by acetate of lead-oxide — 
mixed with acetic acid, a greenish or dark blue iodide of lead is thrown 
down, containing excess of iodine. which cannot be extracted by. water, 


but may be dissolved out by alchohol or by aqueous solution of potash. 
When iodide of iron is precipitated by acetate of lead-oxide, the preci- 


pitate contains a small quantity of iron, which may be almost: wholly — - 


extracted by water acidulated with acetic. acid.—2. Iodide of lead may 
be obtained in octohedrons by electrolytic action. (Becquerel, vid. L., 
Ps le sd rete gs . | 


-Orange-yellow powder, or golden-yellow, flexible six-sided glamine — 


(Boullay, Denot); short six-sided prisms (Inglis). Specific gravity 
—. 6:0282 (Karsten ), 6110 (P. Boullay). Acquires a reddish-yellow colour 


™ 
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when heated, afterwards iad inioweds and red-brownish-black. 


(0. Henry, Brandes.) Fuses when somewhat strongly heated (Gay- 


Lussac), forming a translucent, red-brown liquid, which, on cooling, © 
solidifies in a yellow mass. (Brandes. ) Volatilizes at a strong red head. | 
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O; Henry calculates his analyses differently; but his calculations are incorrect. 


Todide of lead gives off iodine when heated [in contact with the air], 
and the lemon-yellow mass, after cooling, dissolves for the most part in 
boiling water, leaving a residue of. oxy-iodide of lead. (Brandes.) “When: 


- heated in chlorine gas, it is converted into chloride of lead. (Brandes.)—-It is 


decomposed by boiling with water and iron, or still more readily with 
zine, yielding metallic lead, and iodide of iron or zinc, which dissolves. 


- (Berthemot, J. Pharm. 13, 412.) When boiled with water and carbonate 


of soda, baryta, strontia, lime, or magnesia (most slowly with the last), it 


' yields carbonate of lead-oxide, and a solution of iodide of sodium, barium, 


&e. (Berthemot.) Dissolves in aqueous sal-ammoniac even when cold — 
(Brett), more abundantly in a hot solution,—and as the liquid cools, 
yellowish-white needles, probably of a double iodide, separate out. 
(Boullay.) In aqueous ammonia, or nitrate or succinate of ammonia, it 


slowly turns white without dissolving ; 5; in carbonate or sulphate of 
- ammonia the change takes place more quickly. (Wittstein, Repert. 63, 


331.)—By repeated boiling with ether, which extracts the iodine and 
thereby acquires an orange-yellow colour, it is converted into pale yellow 


 oxy-iodide of lead. (A. Vogel, J. pr. Chem. 22, 148.)—Dissolves in 1235 
~~ parts of cold, and in 194 parts of boiling water (Denot); in 187 parts of 
-- -poiling water. (Berthemot.) The solution is colourless (Denot), and if 

saturated while hot, deposits crystals of- pure iodide of lead on- cooling. 


(Boullay.) When this compound is dissolved in boiling water, a faint 


- odour of iodine becomes apparent. (Caventou, J. Pharm. 17, 266.). The 
-erystals.of pure iodide of lead are completely soluble in water (Brandes) ; 


any oxy-lodide of lead that may be mixed with them remains undissolved. _ 
(Caventou.) The addition of acetic acid to the water does not increase.” 
the solubility of the pure iodide. (Denot, J. Pharm. 20, 1; also J. pr. 
Chem. 1, 425.)—Iodide of lead dissolves in a concentrated solution of 
iodide of potassium, sodium, barium, strontium, calcium, or magnesium, 


and is again completely precipitated on the addition of water. (Ber- 


themot.)—It appears also to be slightly soluble i in alcohol. (O. Henry.) 
B. Oxy-roprpz or Leap.—a. PbI,PbO.—1. By precipitating iodide 


of potassium with a very large excess of lead- acetate. The precipitate 


is left for a while in contact with the liquid, and then boiled with water 


to extract the free iodide of lead. The orange-yellow colour of the 
precipitate changes to a paler yellow, and the liquid is found to contain 


free acetic acid. Also when 100 parts of iodide of lead are left for 


several days in contact with solution of lead-acetate, and agitated every 


now and then, a quantity of oxy-iodide is obtained amounting to 147 or 


s rash Parle (Brandes, Ann. Pharm. 10, 269.)—Denot ile Pharm, 20, 2 


ae 
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drops iodide of potassium into a solution of lead-acetate which has been 


exposed to the air, and boils the precipitate with water.—Gregory 
(J. Pharm. 18, 24), by mixing dilute solutions of iodide of potassium and 
sugar of lead, obtained, on cooling, small, dingy greenish-yellow needles, 
mixed with a few orange-yellow crystals of iodide of lead, which could be 
completely removed by boiling water. The analysis of these needles is 
given below; Gregory regards them as diniodide of lead, Pb*I. In 
subsequent trials, however, he did not succeed in obtaining these needles 
[probably because he did not use the lead solution in excess|].—2. By 
precipitating iodide of potassium with ordinary subacetate of lead-oxide 
{which usually contains about 2 At. lead-oxide to 1 At. acetic acid]. 
(Brandes.)—Pale lemon-yellow precipitate, or, according to Gregory, 
greenish-yellow needles.—F uses between 200° and 300°, giving off white 
fumes mixed with vapour of iodine, and leaves an amber-coloured, trans- 
parent, very elastic glass, containing iodine and silica, besides oxide of 
lead. (Denot.) —When heated in chlorine gas, it is converted into chloride 
of lead. (Brandes. )—-When treated with acetic acid, it gives up lead-oxide, 
the iodide remaining undissolved. (Brandes, Denot.)—Insoluble in boiling 
water. Not altered by aqueous iodide of potassium. (Brandes.) 
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b. Pb1,2PbO.—By precipitating trisacetate of lead-oxide with excess 
of iodide of potassium.—c. PbI,5PbO.—By decomposing sexbasic acetate 
of lead-oxide with excess of iodide of potassium. Denot speaks, indeed, 
merely of lead-acetate (Acetate plombique), but there is no doubt. that he 
alludes to the sex-basic salt.—The compounds 6 and ¢ behave like a, 
when fused. (Denot.) Oxy-iodide of lead is also formed on boiling 
iodide of lead with carbonate of lead-oxide in water. -(Denot. ) 


b. Or: Denot. 
a comma Ta 230 ... 50°66 5Pb.. Ss err gay ON ne 67°3 
PRD Ac: 994 ... 49°34 TP ioe ie Sp Loti gerd es 26°6 
BH) 08 5G Se Rah hOh Laity 3°5 
PbI,2PbO... 454 .,. 10000 PARA ce 10000 97°4 


{| According to Kuhn (Arch. Pharm. [2], 50, 281), the precipitate 
formed by iodide of potassium in trisacetate of lead-oxide is not PbJ,2PbO, 
but PbI,PbO + HO.—Ammonia added in excess to a boiling-hot solution 
of iodide of lead, forms a white precipitate, which turns yellow when 
gently heated, and corresponds nearly to the formula PbI,gsPbO+HO, 7 


C. Jop1pz or Leap anp Hyprocen.—1. Aqueous hydriodie acid, 
exposed for some time to the air in contact with lead-filings, gradually 
deposits white crystals, which dissolve when the whole is boiled, and 
assume a finer appearance on cooling.—2. The solution of iodide of lead 
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in hot aqueous hydriodic acid yields the same crystals on cooling.— 
White crystals having a silky lustre. The compound, when kept in 
vacuo or in dry air, gradually gives off hydriodic acid and leaves iodide 
of lead: the same change takes place quickly on the application of heat. 
Cold water likewise extracts the hydriodic acid with only a small 
quantity of iodide of lead. Boiling water dissolves the salt completely, 
but the liquid, on cooling, deposits crystallized iodide of lead, and 
retains the hydriodic acid in solution. (Guyot, J. Chim. Méd. 12, 247.) 

When fused iodide of lead is decomposed in the voltaic circuit, iodine 
is evolved at the positive pole, but a periodide of lead seems likewise to 
be formed, which evolves iodine when heated somewhat strongly. (Fara- 
day, Lap. Res. in El. 1, 236; also Pogg. 33, 485.) 


 D. Basie Periodite of Lead-oxide?—a. Blue Salt.—First observed by 
Denot.—1. A solution of 1 At. iodine in 1 At. aqueous soda (carbonate 
of soda is not so good) forms with nitrate or acetate of lead-oxide, a 
transient violet-red precipitate, which decomposes spontaneously under 
water, yielding iodine and a beautiful blue powder.—2. But if only 
1 At. or 4 At. iodine is dissolved in 1 At. soda, the blue precipitate forms 
immediately, and the solution retains but a trace of iodine.—3. Also, 
when hydrated lead-oxide is triturated with iodine precipitated by water 
from an alcoholic solution, a violet-red mass is obtained, which, after a 
while, gives off iodine and turns blue-—The blue powder gives off no 
iodine in vacuo; it likewise remains unaltered in water and in solutions 
of lead-acetate and of sugar, but the weakest acids, even the carbonic 
acid of the air, separate iodine from it and form a lead-salt. When 
heated alone, it does not evolve iodine, but turns greenish-yellow, 
perhaps from formation of iodide of lead and basic iodate of lead-oxide, 
(Durand, WV. J. Pharm. 2, 311.) 

b. Violet Salt.—Litharge exerts little or no action on a mixture of 
iodine and water, even with the aid of heat; but pure hydrate of lead- 
oxide mixed with iodine and cold water forms, in a few seconds, a pale 
violet-coloured compound, which, after the excess of iodine has. been 
expelled by boiling, must be washed and then dried out of contact of air. 
The hydrated lead-oxide may likewise be treated with an alcoholic 
solution of iodine, and the excess of iodine removed by washing with 
alcohol.—The pale violet compound contains 83°82 per cent. (6 At.) of 
lead-oxide and 16:23 per cent. (1 At.) of iodine.—At a strong red heat, 
it gives off oxygen gas and leaves iodide of lead [mixed with oxide]. 
It absorbs carbonic acid from the air without evolving iodine. The 
stronger acids separate iodine from it. Caustic potash dissolves it 
gradually. It is but slowly decomposed by boiling with water, and does 
not yield iodine to aleohol.—To obtain the blue compound a, hydrated 
lead-oxide must be mixed with iodine and water, and a few drops of 
nitrate or acetate of lead-oxide added. (Jammes, WV. J. Pharm. 8, 356.) 
— [Can the compound b be composed of PbI1+11PbO,10, and the com- 
pound a distinguished from it by containing less oxide of lead ?] 


K. lopatE oF LEAp-oxIpE, or LEAD-IopATE.—lodic acid and iodate- 
of potash or soda, give an immediate precipitate with nitrate of lead-oxide, 
(Pleischl, Schw. 45, 18.)—White powder, anhydrous after drying. When 
gently ignited in a retort, it gives off a large quantity of iodine and 
oxygen gas, and leaves 52°25 per cent. of a yellowish-brown residue, 
containing iodide and oxide of lead, the former of which remains undis- 


, 
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solved when the residue is digested in acetic acid. (Rammelsberg, Pogg. 
44, 566.) With concentrated hydrochloric acid, it yields chlorine gas, 
water, dissolved terchloride of iodine, and erystalline chloride of lead. 
(Filhol.) . 

PbO, 10° +.6HCl = PbCl+ICP+6HO + 2Cl. 


It dissolves very sparingly in water, and with some difficulty in nitric 
acid. (Rammelsberg.) 


F. Bispastc Pertopate or Lrap-oxipe.—Formed by precipitating 
nitrate of lead-oxide with bibasic periodate of soda dissolved in the 
smallest possible quantity of warm, dilute nitric acid. If too much 
nitric acid be added to the solution, the filtrate will contain periodic 
acid, and will then yield an additional quantity of lead-salt on digestion 
with carbonate of lead-oxide. Monobasic periodate of soda likewise 
throws down bibasic periodate of lead-oxide from a solution of the 
nitrate, the supernatant liquid becoming charged with free acid.— White 
powder, which becomes yellowish when dried or heated, or by loss of 
water. Decomposed by dilute sulphuric acid. Dissolves readily in dilute 
nitric acid, but not in aqueous periodic acid, or in pure water. (Benckiser, 
Ann. Pharm. 17, 254.) 


LEAD AND BROMINE. 


A. BromipE oF Lrap.—1. By treating lead-oxide with aqueous 
hydrobromic acid. Lead-oxide treated with bromine-water is immediately 
converted into peroxide of lead.—2. By precipitating a lead-salt with 
aqueous bromide of potassium. (Balard.)—When prepared according to 
(2), it is a white crystalline powder. (Balard.) From a solution in hot 
water, it separates in white shining needles. (Lowig.) After rapid 
drying it has a density of 6°6302. (Karsten.) Ata strong heat, it fuses 
into a red liquid (Balard); and if the fusion takes place in a vessel which 
excludes the air, the salt solidifies on cooling, in a white, horny mass. 
(Léwig.) When fused in contact with the air, it emits a small quantity 
of white fumes, and on cooling solidifies in a yellow mass consisting of 
oxybromide of lead. (Balard.)—Nitric acid added to pulverized bromide 
of lead liberates bromine, sulphuric acid causes the evolution of brominic 
and hydrobromic acid; the fused bromide, on the contrary, is decomposed 
only by boiling oil of vitriol. (Balard.) Bromide of lead dissolves 
sparingly in cold water, more readily in water containing hydrochloric, 
nitric, or acetic acid. (Lowig.) It dissolves slowly in cold aqueous 
hydrochlorate or nitrate of ammonia, quickly in the same solutions when 
warm. (Wittstein.) 
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B. OxyBromiIpE oF Lrap.—]. Formed by igniting bromide of lead 
in the air, till it ceases to emit white fumes. (Balard.)—2. By heating 
bromo-carbonate of lead (p. 145) till all the carbonic acid is expelled. 
(Léwig.)—By placing bromide. of lead for some days in contact with a 
solution of lead-acetate, and agitating from time to time. The filtrate 
contains free acetic acid. (Brandes, Ann. Pharm. 10, 275.) —Prepared 
by (1) or (2), it has a fine-yellow colour; by (8), yellowish white, but 
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after complete dehydration at 140°, yellowish. When heated it becomes 
lemon-yellow, then reddish-yellow, then brown-red, and after cooling, 
resumes its original yellowish-white colour. When heated to fusion, it 
emits dense white fumes, and, on cooling, solidifies in a yellowish-white, 
translucent, pearly mass. When decomposed at a high temperature by 
chlorine gas, it yields 94°921 per cent. of chloride of lead, and is there- 
fore = PbBr,PbO. (Brandes. ) 


C. Bromate or Lreav-oxipr, or LEap-BRoMATE.—1. Bromic acid 
and bromate of potash throw down a white powder from lead-salts, but 
only from concentrated solutions, (Balard.)—2. The salt may be formed 
by dissolving carbonate of lead-oxide in warm bromic acid, and leaving 
the solution to crystallize. (Rammelsberg.)—Small, shining, permanent 
crystals, isomorphous with those of the strontia-salt.—They do not lose 
their water in vacuo over oil of vitriol. At 180°, they begin to decom-. 
pose, with copious evolution of gas, forming brown oxide of lead, which, 
at higher temperatures, is reduced to the red and then to the yellow 
oxide, the latter remaining in combination with bromide of lead. Soluble 
in 75 parts of cold water. (Rammelsberg, Pogg. 52, 96.) 


Crystallized. Rammelsberg. 
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D. BromocarBonate or Leap.—Equivalent quantities of bromide 
of lead and carbonate of lead-oxide, boiled with water, form an insoluble 
compound, which fuses readily when heated, and afterwards gives off its 
carbonic acid. (Léwig.) 


LEAD AND CHLORINE. 


A. Cutoripe oF Lrav.—Plumbum-corneum, Horn-lead. — Found 
native as Cotunnite-—1. Lead absorbs chlorine gas very slowly, and 
without visible combustion.—2. Hydrochloric acid added to lead-oxide 
or its salts forms chloride of lead; and dissolved metallic chlorides added 
to solutions of lead-salts throw down the same compound in the form of a 
crystalline powder.—3. With metallic lead, hydrochloric acid forms 
chloride of lead, but very slowly, and only when assisted by the action 
of the air. The same acid boiled with metallic lead, converts it into 
chloride, with evolution of hydrogen gas.—When prepared by (2), it 
forms a white crystalline powder, known by the name of Magisterium 
Plumbi; when crystallized from a hot solution in water or aqueous acids, 
it forms white, silky, six-sided needles and lamin. Fuses below a red 
heat, and on cooling solidifies in a white, translucent, horny mass. 
According to J. Davy, it does not volatilize even at a very strong red 
heat, provided the air be excluded. Specific gravity of the precipitated 
chloride 5°8022; of that which has been fused out of contact of air, 
5'6824, (Karsten.) 
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of pure water (Bischof); hence a precipitate is formed in the aqueous 
solution on the addition of hydrochloric acid. (H. Rose.) On the other 
hand, concentrated hydrochloric acid dissolves chloride of lead abundantly, 
and is precipitated by water. (Gm.) A solution of chloride of calcium, 
even if dilute, likewise precipitates the aqueous solution of this compound, 
leaving a solution containing 1 part of chloride of lead in 534 parts of 
water. (Bischof, Schw. 64,76.) The solution in strong hydrochloric acid 
is not precipitated by sulphuretted hydrogen; but immediately on the 
addition of water. (Wackenroder.) Chloride of lead dissolves somewhat 
abundantly in aqueous alkaline hyposulphites (Herschel), also in aqueous 
acetate of soda. If, therefore, 190 parts of lead-acetate dissolved in 
water, are mixed with 58°7 parts of common salt, from 43 to 48 parts of. 
chloride of lead are precipitated; the filtrate, on further evaporation, gives 


off acetic acid, and deposits the greater part of the chloride [or oxy- _ 


chloride ?] of lead, so that at length only 4°4 parts remain in solution. 
A small quantity of common salt added to a solution of lead-acetate forms 
a precipitate which disappears on agitation; a small quantity of lead-. 
acetate solution added to a solution of common salt. forms a permanent 
precipitate; if, however, acetate of soda is mixed with the solution of common 
salt, no precipitate is formed. (Anthon, Repert. 76, 229.)—Chloride of lead 
dissolves very sparingly in alcohol of 76 per cent., the solubility not being 
increased by heat. In spirit of 94 per cent. it is insoluble, (Bischof.) _ 


B. Oxycntoripe oF Leap.—a. 38PbCl, PbO.—4 parts of chloride of 
lead ignited with-1 part of litharge, yield a fused, laminar, pearl-grey 


mixture, which, when triturated with water, swells up to a bulky mass. 


(Vauquelin. ) | | 3 
b. PbCl, PbO.—Formed by igniting chloride of lead in the air till it 
no longer gives off fumes, or by fusing together chloride of lead and car- 
bonate of lead-oxide, whereby the carbonic acid is set free. The mixture 
while fused is of a deep-yellow colour, and as it cools, becomes first lemon- 
yellow, then of a pearl colour and crystalline. (Dobereiner.) If pulve- 
rized crystalline chloride of lead be left for some days in contact with a 
concentrated solution of lead-acetate, it-takes up protoxide of lead with 


evolution of acetic acid, and forms a white powder, which, after washing . 
and drying at a gentle heat, contains from 2 to 2°5 per cent. of water. — 


_ Ata stronger heat the water escapes, the compound assuming first a 


/ 
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yellowish-white and then a light yellow tint; and the residue ultimately” 
fuses to a deep yellow liquid, which gives off white fumes, and on .cooling, 
‘solidifies to a nearly white mass. containing 55°36 per cent. of chloride 
of lead and 44°45 per cent. of oxide. (Brandes, Ann. Pharm. 10, 274.) 
c. PbCl,2PbO0.—Mendip Lead-ore or Mendipite.—Right rhombic prism. 
w:u'=77° 33', Cleavage parallel to p and wu. Sp. gr. =7:077. Harder 
than gypsum. Yellowish-white, with an adamantine lustre; translucent. 
Decrepitates when heated, and appears yellower after cooling. Fuses 
very readily. Yields lead before the blowpipe upon charcoal, with evolu- 
tion of acid vapours. The carbonate of lead-oxide, the quantity of which 
is variable, and the silica, are to be regarded as accidental admixtures. 
(Berzelius, Pogg. 1, 272.)—‘i This mineral is likewise found, and in a 
state of greater purity; at Brilow near Stadtbergen: it there occurs in 
connexion with calespar and calamine. Structure crystalline. Cleavage 
distinct. Very slightly brittle. White, translucent, with a mother-of- 
pearl lustre on the cleavage-surfaces. Sp. gr. = 7°0. (Rhodius, Ann. 
“Pharm, 62, 373.). T 
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d. PbCl, 8PbO.—e. Anhydrous.—1. By fusing 1 At. chloride of lead - 
with 3 At. of the protoxide.—2. By fusing the hydrated compound.— 
Greenish-yellow, with a laminar texture; yields a pale yellow powder. 

_ (Dobereiner.)—8. Hydrated, PbCl, 3PbO+HO, or Quadrobasic Hydro- 
chlorate of Lead-oxide, 4PbO, HCL—1. By decomposing chloride of 
lead with an aqueous alkali. Berzelius precipitates an aqueous solu- 
tion of chloride of lead with ammonia.—2. By precipitating subacetate 
of lead-oxide with a solution of common salt. (Berzelius.)—3. By 
decomposing a solution of common salt with ‘lead-oxide. Scheele has 
shown that soda may be separated from salt by this process. _ Accord- 
ing to Vauquelin (Sch. J. 4, 51), 1 part of common salt requires 7 parts 
(rather more than 4 At.) of finely pounded litharge. The mixture 
worked up with water to a thick pulp, turns white and thickens, the 
lead-oxide swelling up; hence it is necessary to add repeatedly fresh 
‘quantities of water and work the mixture up again. On diluting with. 
water after four days, and filtering, the filtrate is found to contain. 
-nothing but caustic soda with a small quantity of chloride of lead dissolved - 
in it; but no common salt.—According to later experiments of Anthon 

 (Repert. 77, 105), the chloride of sodium is but half decomposed, even 
when ten times its weight of lead-oxide is used, and the mixture is left to 
stand for 12 days and frequently agitated. White flocculent mass, which — 
when heated gives off 7 per cent. of water, and is converted into PbCl, 
38PbO. Acids dissolve out the oxide of lead, and leave the chloride. The 
compound is almost wholly insoluble in water, slightly soluble in caustic 
soda. (Vauquelin.)  _ Z 

e. PbCl, 5PbO.—By fusing 1 atom of chloride of lead with 5 atoms of 
the protoxide.—Orange-yellow substance, yielding a powder of a deep 
yellow colour. (Débereiner.) » WMA 2. 

f. Cassel-yellow.—Commonly prepared by fusing a mixture of 1 part 
of sal-ammoniac with about 10 parts of massicot, minium, or white lead, — 
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Part of the sal-ammoniac sublimes undecomposed, so that the compound 


contains about 7 At. lead-oxide to 1 At. chloride. 
at the same time reduced by the ammonia. 


Part of the lead is. 
The compound has a fine 


yellow colour, and crystallizes in radiated lamine. 


C. Cutorite or LEAD-oxips, or Le sp-cHLoriteE.—By precipitating 
chlorite of baryta which contains a large quantity of free chlorous acid 
and is in excess, with mononitrate of lead-oxide, and washing the preci- — 


pitate with water. 


precipitate.—Sulphur-yellow, crystalline scales. 
Sets fire to flowers of sulphur which are tritu- 


with a kind of explosion. 


An excess of lead-nitrate would partially dissolve the . 


Decomposes at 126° 


rated with it by means of a glass rod. Blackens at-first in hydrosulphurie 
acid gas, then immediately turns white by conversion into sulphate of 


lead-oxide. 


With a mixture of equal parts of water and oil of vitriol, it 


evolves pure chlorous acid gas, especially between 40° and 50°, and yields 
88:75 per cent. of lead-sulphate. (Millon, V. Ann. Chim. Phys. 7, 327.) 
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Crystallized. 
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D. Cutorate oF Lreap-oxipe.—By dissolving lead-oxide in aqueous 
chloric acid, the salt is obtained in white shining lamine, the solution of 
which is colourless, has a rough, sweet taste, and does not redden litmus, 
(Vauquelin, Ann. Chim. 95, 127.)— By cooling a hot solution of this salt, 
rhomboidal prisms are obtained, which become dull and opaque by 


exposure to the air. 


They are composed of PbO,Cl0°+HO. They do 


not deliquesce, but are easily soluble in water and in alcohol. When 
heated, they leave an oxychloride of lead, of yellow colour and having 


the constant composition : 
233.) 


PbO, 2PbCl. (Wachter, Ann. Pharm. 52, 


K. Percutorate oF Lrap-oxipe.—The solution of lead-oxide in 
warm aqueous perchloric acid yields small prisms having a sweet but 
highly astringent taste, soluble in about their own weight of water, and 
not deliquescent. (Serullas, dun. Chim. Phys. 46, 306.) 


F'. CHLOROCARBONATE OF LEApD.—Found native as Horn-lead, or 
Corneous lead-ore.—Square prisms. Jig. 28, 32, 33, 39, and other forms; 


p :e=123° 6! (Brooke). 


Specific gravity= 6°06. 


Harder than gypsum; 


colourless and translucent.—When 1 At. carbonate of lead-oxide is boiled 
with 1 At. (or more) chloride of lead and with water, the chloride is 


rendered insoluble b 


combining with the carbonate.—White, heavy 


powder.—Both the natural and the artificial compound fuse very easily, 
and at a higher temperature are converted, with ebullition and loss of 
7-75 per cent. of carbonic acid, into the oxychloride of lead 6. (Débe- 
reiner, Schw. 17, 251; Berzelius, Syst. d. Muneral. 241.) 
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Klaproth’s analysis 


Horn-lead. (recalculated. ) 
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G. CHLOROPHOSPHITE oF LEap.—Lead-salts added to terchloride of 
_ phosphorus dissolved in water and neutralized with an alkali, throw 
down a compound of phosphite of lead-oxide and chloride of lead, from 
which boiling water extracts the latter. (Berzelius.) 


H. CHLoropHosPHATE oF LEAD. —PbCl1+3(3Pb0,cPO°*.)—To this 
head belongs Pyromorphite (Green Iecad-ore or Brown Lead-ore). 
Crystalline system, the hexagonal. fig. 131, 135, 137, 188, and other 
forms. 7:7°=81° 46’; 7:c=180° 58’. Cleavage imperfect, parallel to 
rand ¢ (ifany). Sp. gr. =6°9....7°0. Hardness equal to that of apatite. 
Variously coloured; with a fatty lustre; translucent. Fuses easily, and, on 
cooling, solidifies with vivid incandescence to an angular crystalline mass. 
Fused with carbonate of soda upon charcoal, it yields metallic lead. Its 
solution in nitric acid gives a turbidity with nitrate of silver-oxide. In 
some of these ores, the chloride of lead is partly replaced by fluoride of 
calcium, and the triphosphate of lead-oxide by triphosphate of lime or 
trisarseniate of lead-oxide. The calcareous ores may (with Fuchs) be 
regarded as mixtures of Apatite and Pyromorphite. The arsenical 
ores fuse upon charcoal before the blowpipe and yield metallic lead. 


(H. Rose.) 


Wohler. 
Pyromorphite. a. b. c. d. 
10PbO......... PGC these 82226" 1, Bae0u BOO tee Se sO ase Foe 
Cl—O .......: Ores toe OO. tsa POS a LOO 4st 1595... oe 289 
SOP! S005: EO) Ade ROTTS ft. | LODO. > ale 91S se ee ae 1°32 
Aer, G2 6 re ae 2:30) te 208 Mrace (4.5 2a ee 
FeO? ick: fo uy) trace nth trace: ta. © trate Sin 1 tree 
CAs feted Eras a 
Tool < «.. 100 008 4..." 10000 2)... 9897: a FOOT a. 100-00 — 
Kersten. 
Ty 
ee e. Bs g- 
1 an Toot eat eel Osedet oe DORIS Fe TPES: is 9 92 
eee us me ae GMa Pane Beta 
eet mi eR \- POR tke BOO Oe ORAL AR BO TE te 89°17 
3CaO, cPO®.... boas aia oo 68-5. 38. 0°77 
Fe?O8  oo.ic.c..e. wha . trace 
1361°6 =... 10000 =... +100°00 ~...f 100500 | ...,. -100°00 
Kersten. 
eS ae 
h. a8 ie 
Pps nasties SO). eyo) AGOEAt eae 10°84 
(ba Sep he Dear ts a eet oe 1:09 
DiS PRO ,EPOF) xu BA 2i sare BLOG, oe. 77°02 
BCE CP OP cyhas CBr CMe, P4G4)~ 11°05 
re Oe eeu hy 4 sa trace 
100700 ...... 100°00 =...... +100°00 


‘ a, is Green Lead-ore from Tschoppau.—d. White variety from Tschop- 
‘pau.—c. Ove from Leadhills, in aurora-red hexagonal prisms.—d, Ore 
from Johann Georgenstadt, in wax-yellow, acuminated prisms. (Wéohler.) 
—-e, Crystallized Brown Lead-ore from Poullaouen.—j. The same from 
England.—g. The same from Bleistadt, of specific gravity 7°009.—h. The 
same from Mies, of specific gravity 6°983.—2. Botrymous Brown Lead- 
ore from Mies, of specific gravity 6444.—/. Botrymous Brown Lead- 
_ ore from the Sonnenwirbel mine near Freiberg, of specific gravity 6°092, 
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(Breithaupt’s Polyspherite.) (Karsten, Schw. 62, 1.)-—In Breithaupt’s 
Hedyphane, from Longbanshyttan, of specific gravity 5496, Kersten found 
PbCl 10°29, —3CaO, PO® 15°51,—3Ca0, AsO® 12°98,--3PbO, AsO® 60°10 
(loss 1:12).—In an orange-yellow phosphate of lead from Wanlockhead. 
Vernon (Phil. Mag. Ann. 1, 821; also Schw. 52,187) found: PbCl 10-07, 
3PbO, c PO® 87°66,--PbO,CrO? 1:20,—lime, silica, ferric oxide, water and | 
combustible matter, 0°40. : 

q The same compound, containing, however, an atom of water, is 
formed artificially on pouring a boiling solution of chloride of lead into a 
solution, likewise boiling, of phosphate of soda, the latter being in 
excess. The precipitate is insoluble in water, but dissolves in nitric 
acid, which converts it into the phospho-nitrate of lead-oxide discovered by 
Berzelius (p. 158). The composition of the precipitate is: 3(8Pb0,PO*) + 
PbC1+ HO. (Heintz, Pogg. 78, 122.)—When, on the contrary, a boiling 
solution of phosphate of soda is poured into an excess of chloride of lead, 
a precipitate is formed, which, according to Heintz, is composed of 
2(8PbO0,P0*)+PbCl), but, according to Gerhardt (WV. Ann. Chim. Phys. 
22, 505), of 2PbO,HO,PO5+ PbCl. The same compound may be formed 
when a phosphate is precipitated by a lead-solution in presence of a 
soluble chloride. 1 


I. CHLoROSULPHIDE oF LEAD.—When a lead-salt, e.g. aqueous chloride 
of lead, is precipitated by a mixture of sulphuretted hydrogen water 
and hydrochloric acid, there is produced,) first a yellowish-red and then a 
red precipitate containing about 56 per cent. (3 At.) of sulphide and 44 
per cent. (2 At.) of chloride of lead. An excess of sulphuretted hydro- 
gen water turns it black and converts it into pure sulphide of lead; the 
same change is produced by boiling with water, which extracts the chlo- 
ride; the compound is also blackened by potash, which extracts the 
chlorine. (Hiinefeld, J. pr. Chem. 7, 27.)— When sulphuretted hydrogen 
is passed through a solution of 4 pt. lead-acetate in 100 parts of 
water mixed with 10 parts of hydrochloric acid of specific gravity — 
1:168, a beautiful carmine-coloured precipitate of chlorosulphide of lead 
is produced. If the solution contains 1 part of lead-acetate, 112 parts 
of water, and 14 of strong hydrochloric acid, sulphuretted hydrogen pro- 
duces a yellow precipitate, which gives up chloride of lead to boiling 
water, while blaek protosulphide of lead remains behind.—If, instead of 
14 parts of strong hydrochloric acid, we use 14 parts of a mixture of 
2 parts of strong hydrochloric and 1 pt. nitric acid, prepared two | 
days before and containing hyponitric acid, the sulphuretted hydrogen 
produces, after a while, first a yellowish-red and.then a cinnabar- 
red, granular precipitate. (If the stream of sulphuretted hydrogen 
were continued for a longer time, the precipitate would become first 
carmine-coloured, then brown, and lastly black.) The granular pre- 
cipitate, when boiled with water, gives up a considerable quantity of 
chloride of lead, and is converted into a brown-red, flocculent powder, 
which then undergoes no further change, but when heated alone in a 
glass tube, gives off sulphur and hydrosulphuric acid, and fuses to a 
brown mass, According to this reaction, the hyponitic acid must have 
precipitated sulphur from the hydrosulphuric acid, and the red precipitate 
is a compound of chloride with polysulphide of lead, (Reinsch, Mepert. 
56, 183; J. pr. Chem. 13, 130.) : 


K. CuLorosuLPHATE or Leap. —1 At. chloride of lead fuses readily 
with 1, 2, or 4 At. sulphate of lead-oxide, forming a thin liquid. With 
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1 At. lead-sulphate, a white, crystalline, slightly blistered enamel is 
obtained ; with 2 or 4 At. the enamel is slightly crystalline. (Berthier, 
Ann. Chim. Phys. 48, 298.) ye 


L. CutoriopipE oF Lrap.—Cold hydrochloric acid has no sensible 
action ou iodide of lead; the same acid, when boiling, dissolves the 
iodide, forming a pale reddish-yellow solution, and on. cooling yields 
pale yellow four-sided needles, from which water gradually extracts the 
chloride of lead. (Labouré, VY. J. Pharm, 4, 328.) 


LEAD AND FLUORINE. 


A. Fivoripr or Leap.—Lead is not attacked by hydrofluoric acid 
at any temperature below the boiling point of that acid. (Gay-Lussac & 
Thénard.)—The fluoride is formed by precipitating the subacetate or 
normal acetate of lead-oxide with hydrofluoric acid (Scheele, Gay-Lussae 
& Thénard), or by treating carbonate of lead-oxide with hydrofluoric 
acid (Berzelius), or with an alkaline hydrofluate. (Scheele.)—W hite, non- 
crystalline powder (Scheele), which fuses readily and then solidifies in a 
yellow mass. (Berzelius.)—Not decomposed by heating in closed vessels, 
but evolves hydrofluoric acid when heated in contact with air or vapour 
of water. (Berzelius.).—When heated with sulphur in a glass retort, it 
yields sulphide of lead, sulphurous acid gas, and gaseous fluoride of 
silicium. Phosphorus and iodine scarcely act upon it. (Unverdarben, 
NV. Tr. 9,1, 33.)—Oil of vitriol separates hydrofluoric acid from it, even 
at ordinary temperatures. (Gay-Lussac & Thénard.) Aqueous ammonia 
withdraws from it a quantity of acid just sufficient to convert it into the 
following compound. Fluoride of lead is very sparingly soluble in water and 
not more abundantly in aqueous hydrofluoric acid (Berzelius, Pogg. 1, 31); 
it dissolves more abundantly in hydrochloric and in nitric acid (Gay-Lussac 
& Thénard), and is decomposed on the evaporation of the dissolving acid. 
(Berzelius. ) 


B. OxyFLUORIDE or LEAD.—1. Formed by decomposing fluoride of 
lead with aqueous ammonia.—2. By fusing the fluoride of an alkali-metal 
with lead-oxide, and washing the pulverized mass with water; the oxy- 
fluoride is then left undissolved.—Has an astringent taste. Dissolves in 
pure water after removal of the saline liquid. The solution, when ex- 
posed to the air, deposits a crust consisting of carbonate of lead-oxide 
and fluoride of lead. (Berzelius.) 3 


_ ©. Bororivoripe or Leap.—PbF,BF*%.—Formed by adding carbo- 
nate of lead-oxide in small portions to tetra-hydrofluate of boracic acid, 
till a precipitate is formed. The solution, evaporated to a syrup and 
then cooled, deposits long needles; but by slow evaporation, four-sided | 
prisms or tables are obtained. Taste, sweet and astringent, afterwards. 
somewhat sour. By continued boiling with water or alcohol, it is resolved 
into an acid salt which dissolves, and a basic salt which remains behind 
and forms a white powder. Another easily fusible basic compound is 
obtained by heating the borofluoride of lead with lead-oxide. (Berzelius.) 


_D. Cutororivoripe or Leap. — PbCl1,PbF.—1. By precipitating 
aqueous fluoride of sodium with a boiling aqueous solution of chloride of 
lead.—2. By precipitating an aqueous solution of 2 parts of fluoride of © 
sodium and 8 parts of common salt swith sugar-of-lead.— White powder 


i 
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which fuses when heated, without giving off. water or acid. ‘Slightl 
soluble in water, and without alteration of the proportion of the consti- 
tuents in the residue. Easily soluble in nitric acid. (Berzelius.) 


LEAD AND NITROGEN. 


A. Nitrite oF LEAD-oxIDE, or LEAD-NITRITE.—da. Quadrobaste. —* 


' Formed by boiling 1 part of mononitrate of lead-oxide and 14 parts or 


more of metallic lead in a long-necked flask for 12 hours, then filtering 
and leaving the salt to crystallize by cooling. (Berzelius, Gilb. 40, 194 
and 200; 46, 156; Chevreul, Ann. Chim. 83, 72; abstr. Gilb. 46, 176.) 
As the ebullition goes on, the solution first turns yellow, in consequence 
of the formation of the yellow salt B, 6, but afterwards becomes colourless 
and yields the required salt. ( Chevreul. ) If the boiling be not continued 
long enough to convert all the nitrate into this compound, brick-red 
needles are obtained contaminated with the salt B, a. (Chevreul, Peligot.) 
—According to Berzelius and Chevreul, the formation of the salt takes 
place even when the air is completely. excluded, and is attended with 
some evolution of nitric oxide. The reaction is probably, therefore, as 


follows: 
5PbO,NO®+11Pb = 4(4PbO, NO®) + NO?, 


Acwording to this view, 11.104 pts.(11At.) lead re-act upon 5. 166 pts. (5At. ) 


nitrate of lead-oxide=100 : 138 parts. According to Chevreul, 100 parts 


of lead-nitrate take up, after long boiling, 135 parts of lead, and, accord- 
ing to Berzelius, 127 parts, which is in accordance with the preceding for- 
mula. 8380 parts of the neutral salt should, according to the formula, yield 
1980 parts of quadrobasic nitrate; ‘Chevreul obtained about 1797 parts. 

Pale, flesh-coloured, silky needles united in stellate masses (Chevreul); 
pale rose-coloured needles; or—if the solution be rapidly cooled—a 
white powder (Peligot); sometimes also of a light greenish-brown ~ 
colour. (Bromeis.) This salt has a strong alkaline reaction. In the | 
dry state it is permanent in the air.— Does not give up its water 
till heated above 100°. Loses a small portion of its acid at 100°, 


~and the whole at a red heat (Chevreul), the decomposition taking 


place without fusion. (Berzelius.) If part of the oxide be precipitated 
from the solution by sulphuric or carbonic acid, the liquid turns yellow; 
from 100 parts of the dissolved salt, carbonic acid gas precipitates 34:8 
parts of lead-oxide. (Chevreul.) On dissolving the salt in cold nitric 
acid or in strong acetic acid, the acid being added gradually so that no — 
heating may take place, a yellow liquid is obtained without any evolution 
of gus. The acetic acid solution of 100 parts of the salt, shaken up with 
peroxide of lead, takes up 49-5 parts, the nitrite of lead-oxide being. 
converted into nitrate. (Peligot.) The salt dissolves in 143 parts of 
water at 25°, in 83 parts of boiling water (Chevreul); in 1250.parts of 
cold, and 3° 45 of boiling water. (Peligot.) 


Ber Se Peligot. Chevreul. 
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Peligot found in the salt 3°43 per cent. of nitrogen, which oe 9°31 
nitrous acid (14:38=3°43 : 9°31). 
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q b. Lerbasic ? Formed, according to Bromeis (Ann. Pharm. 72, 50), 


by boiling the orange-red salt, B, a, for several hours in contact ‘with 


metallic lead. Crystallizes i in needles arranged in small concentric groups, 
sometimes of a brick-red colour, sometimes green and highly lustrous, 


_ sometimes exhibiting various shades between these two colours. The 


: 


amount of lead in this salt was found to vary from 89°57 to 89°34 per 


cent., that of nitrogen from 3°92 to 3°56, and that of water from 0:93 to 


0°35. Bromeis regards it as an anhydrous trinitrite. Gerhardt is of | 
opinion that the variable quantities of water found by Bromeis show that 


the substance which he examined was not a pure salt. - 


_ ¢. Bibasic.—Formed by boiling the bibasic hyponitrate, B, 6, for™a 
short time with metallic lead. As the liquid cools, the salt deposits 
itself upon the hyponitrate in rather long golden-yellow needles, having 
the form of rectangular prisms terminated with rhombic pyramids, at the 
extremities of which re-entering angles occur, in consequence of the 
formation of macle-crystals. (Bromeis.) {J 


Bromeis. 
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d. Monobasic.— Formed by passing carbonic acid daathpoush a 


solution of a@ in hot water—whereby three-fourths of the lead-oxide is 
precipitated—and leaving the yellow filtrate to evaporate spontaneously 
(Chevreul), or in vacuo. (Peligot.) If the liquid be heated, nitrous acid 
is given off. (Chevreul.) Long yellow prisms (Peligot); yellow lamings. 
(Chevreul). Very easily decomposed; very soluble in water. (Peligot, 
Ann. Chim. Phys. 77, 87; also Ann. Pharm. 39, 338.) 


B. Hypontrrate or Leap-oxipe, or LEAD-HYPONITRATE.—a. 7 At. 
base to 2 At. acid, or Quadrobasic ?—1. By boiling the solution of B, 6 


with lead-oxide.—2. By boiling 166 parts (1 At.) of lead-nitrate with 


156 parts (13 At.) lead and a very large quantity of water, and leaving 
the yellow filtrate to crystallize by cooling. In this process, nitric oxide 
gas is always evolved. With more than 2 atoms of lead and longer 
boiling, a colourless solution of quadrobasic nitrite is obtained; and by 


boiling for a shorter time only, a pale yellow liquid, which on cooling 


deposits a mixture of the salts B, a and B, b; these may be separated by 
boiling water, which extracts the latter. (Pehgot.) If the salt be 
regarded as quadrobasic, the formula of its production may be as follows: 


3(PbO, NO*) +5Pb = 2(4PbO, NO‘) + NO?; 


With regard to Peligot’s assumption that the salt contains 2 At. acid, it is 


not easy to devise a formula which shall express the mode of formation. 
Orange-yellow prisms which retain their water till heated above 100°. 
They dissolve in concentrated acetic acid without evolution of gas, pro- 
vided the acid be gradually added, so that no heating may take place. 


~The yellow solution of 100 parts of this salt dissolves 27 parts of 


peroxide of lead, with decoloration of the liquid and formation of nitrate 
of lead-oxide. ‘By decomposing the salt with baryta-water, we obtain 
nitrate and nitrite of baryta. The crystals dissolve in 1250 parts of cold 
and in 34 Dart of boiling water. (Peligot.) 
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Peligot found 3°17 per cent. of nitrogen, which corresponds to 10°41 
hyponitric acid, (14 :46=3'17 : 10°41.)—Berzelius, by boiling 1 part of 
lead-nitrate with 14 pt. lead-foil and 50 water, for a long time, and 
leaving the liquid to cool, obtained sometimes crystals of the pale red 
salt A, a, sometimes brick-red needles. The latter are formed when the 
boiling is not continued long enough, and consist, according to Peligot, 
of the pale red salt A, a, and the orange-yellow salt B, a, which, being 
soluble in different degrees, may be partly separated by digestion in a 
quantity of water not sufficient to dissolve the whole. By heating 1 part 
of lead-nitrate with 14 parts (2 At.) of lead and 50 of water, till the lead 
is completely dissolved, Berzelius obtained a solution which yielded 
brick-red scales on cooling, and, on evaporating the mother-liquid, the 
same salt was obtained in brick-red, fern-like tufts, together with the 
yellow salt B, 0. | 

7 According to Bromeis, there are likewise two other orange-coloured. 
salts formed by boiling lead-nitrate with metallic lead; viz. (1) a 
compound of a nitrate and a hyponitrate, composed. of 4PbQ,NO*+_ 
3PbO,NO°+ 3HO, or PbO,NO*+ 6PbO,NO°+ 8HO; this salt crystallizes 
in orange-red prisms destitute of lustre; (2) a compound of a nitrite anda 
hyponitrate, whose formula is 3Pb0,N0%+4PbO,NO*+ 3HO, and which 
crystallizes in orange-red prisms more’ lustrous than the salt B, a, and 
having a greater number of facets. The analyses of the three orange-red 
salts, however, approach so near to each other that it is difficult to 
believe that the salts are really different, or to attribute the slight 
variations observed.to anything but accidental impurity. The greatest 
differences in the amount of lead were between 86:02 and 87°72 per cent.. 
(Comp. Gerhardt, Compt. rend. trav. Chim. 6, 166.) T 

b, Bibasic.—-First obtained by Proust, who regarded it as a nitrate of a 
suboxide of lead; Berzelius regarded it as a bibasic nitrite of the protoxide. 
——-An aqueous solution of 100 parts (1 At.) of lead-nitrate heated for 
some hours to a temperature been 70° and 75°, with 78 parts (rather 
more than 1 At.) of lead-foil, acquires a yellow colour, and deposits 
yellow scales of this salt as it cools. The action begins between 50° and 
55°, but is quicker between 70° and 75°; above 80°, a portion of the 
salt is decomposed, with evolution of nitric oxide gas. On the first 
application of the heat, crystals of dinitrate of lead-oxide are likewise 
deposited. (Berzelius.) Peligot takes 63 parts (1 At.) of lead to 100 
parts (1 At.) of the nitrate: 

PbO, NO® + Pb = 2PbO,NO*4, 

If, from the presence of too much lead, and from too long boiling, the 


crystallized salt has become contaminated with orange-yellow scales of 
the salt B, a, Peligot treats it with a small quantity of hot water in 
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-which the yellow salt B, 6 is more soluble, and leaves it to crystallize.—- 
Chevreul boils the aqueous solution of lead-nitrate with excess of lead 
only till the liquid turns yellow; he states, however, that this. process 
does not yield a pure salt, dinitrate of lead-oxide becoming mixed with 
it if the boiling be not continued long enough, and quadrobasic Mi@rite if 
it be kept up too long. According to Berzelius, 78 parts of lead and 100 
of nitrate, yield, after complete solution of the lead, nothing but 
yellow salt, quite unmixed with the brick-red salt; according to P 
on the contrary, the salt B, a becomes mixed with it, even when 
proportions are used.—2, If the vapours evolved on heating f 
nitric acid are passed into water containing finely divided lead-oxid 
oxide turns white, and afterwards dissolves completely, forming a 
yellow liquid, which, on eyaporation, yields a large quantity of silky 
scales of nitrite [or hyponitrate?] of lead-oxide, together with a small 
quantity of nitrate. (Fritzsche, J. pr. Chem. 19, 179.) 

Yellow, shining laming and long flat needles. They blue reddened 
litmus (Berzelius), have a slightly sweet and astringent taste (Chevreul), 
and exhibit two axes of doublé refraction. (Herschel.) The salt does 
not part with its water till heated above 100°. (Peligot.) Gives off a 
portion of its acid at 100°, and, at a stronger heat, becomes pasty and 
darker in colour. (Chevreul:) When heated, it gives off aqueous acid 
and red vapours, but without fusing. (Berzelius.) Evolves red vapours 
when heated with stronger acids. (Berzelius, Chevreul.) It dissolves in 
cold, strong acetic acid, forming a yellow solution, and, without decom- 
position, if the acid be added gradually so as not to occasion rise of 
temperature. 100 parts of the salt dissolved in acetic acid dissolve 
44 parts of peroxide of lead. On decomposing it with baryta-water, 
nitrite and nitrate of baryta are obtained, (Peligot.) When the salt 
obtained by (1) is dissolved in boiling water, yellow lamina separate out 
as the liquid cools; the mother-liquid, if evaporated and cooled, yields pale 
yellow scales and finally white granular crystals together with yellow 
ones; the mother-liquid, after a portion of the lead-oxide has been 
precipitated by passing carbonic acid through, it,-is likewise found to 
contain nitrate of lead-oxide. (Chevreul.)—The salt dissolves in 80 parts 
of water at 25°, and in 10°6 parts of boiling water, the yellow solution is 
rendered turbid by carbonic acid. (Chevreul.) ‘The solution, after very 
long boiling with lead-oxide, which immediately becomes whitish and 
flocculent, yields the pale-red salt A, a. (Chevreul.) oe 


Peligot, Berzelius. Chevreul, 
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Peligot found in the salt 4:97 per cent. of nitrogen. 


Berzelius decomposed the solution of the bibasic salt B, 6 with a quantity 
of sulphuric acid just sufficient to precipitate half the lead-oxide, and, by 
evaporating the yellow filtrate in vacuo, obtained lemon-yellow octo- 
hedrons containing 5°7 per cent. of water; these crystals he regarded ag 
mononitrite of lead-oxide. This salt is regarded by Peligot as a mixture 
of mononitrite and mononitrate of lead-oxide.—Chevreul passed carbonic 
acid gas through the aqueous solution of the bibasie hyponitrate as long 

as lead-oxide was precipitated.. The filtrate, when evaporated, gave off 
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red vapours, and yielded white needles of dinitrate of lead-oxide, together 
with yellowish-white scales containing that salt, and likewise the dini- 
trite [hyponitrate|; afterwards it yielded yellow octohedrons consisting 
of dinitrite [hyponitrate] and mononitrate of lead-oxide. | 
BGorhartt regards the two salts just described, not as hyponitrates, 
but as double salts composed of nitrates and nitrites. In fact, on adding 
aesolution of nitrate of silver-oxide to a solution of the bibasic salt just 
ibed, an immediate precipitate of nitrite of silver-oxide is obtained. 
ording to this view, the yellow scales first formed by the action of 
lic lead on the mononitrate, are composed of dinitrite and dinitrate 
d-oxide; 
2(2PbO,NO1*,HO) = 2PbO,NO?,HO + 2PbO,NO*,HO; 


and their formation may be represented as follows : 
2(PbO,NO*) + 2Pbh+2HO = 2PbO,NO?,HO + 2PbO,NO°,HO. 
If the action of the metallic lead be further continued, a fresh portion of 


nitrate is de-oxidized, and the result is the orange-yellow salt, which may 
likewise be regarded as a double salt more basic than the former; — 


7PbO,2NO1* = 4PbO,NO? + 3PbO,NO%, 


Finally, by the continued action of the lead, the subnitrate contained: in 
these salts is reduced in its turn, and one or other of the subnitrites A, a, 
or A, c, is obtained. (Compt. rend. trav. Chim. 6, 168.) J 


C. Nitrate oF Leap-ox1pk, or LEAD-NITRATE.—a. Sexbasic.—Formed 
by precipitating the mononitrate with ammonia, and digesting the washed 
precipitate with that alkali for twelve hours.—White powder, haying a 
slightly astringent taste.——When moderately heated it gives off water, 
and assumes a yellow colour, but becomes white again on cooling; when 
ignited it yields yellow pulverulent protoxide of lead. It is nearly inso- 
luble in water. (Berzelius.) | 
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b. Terbasic.—Trinitrate.—Formed by precipitating a solution of the 
mononitrate with a slight excess of ammonia, digesting in a close vessel, 
adding more of the mononitrate in drops, digesting again, again dropping 
in the mononitrate,—and so on, till only a very slight excess of ammonia 
remains in the liquid, too small to be detected by its odour, and only 
recognizable by the fumes which it gives with hydrochloric acid. The 
precipitate is then washed and dried out of contact of air.—White 
powder. “When gently heated, it gives off water and turns yellow, but 
becomes white ayain on cooling; when more strongly heated it leaves 
protoxide of lead in the form of a lemon-yellow powder. Slightly soluble 
in pure water, but insoluble in water containing in solution various salts 
which do not exert a-decomposing action on the compound. (Berzelius.) 
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c. Bibasic.—Dinitrate.—1. By boiling 1 part of the mononitrate with 
1 part of lead-oxide and with water, then filtering, and leaving the solution 
to crystallize. (Chevreul, dnn. Chim. 83, 70.)—2. By heating the mono- 
nitrate with white lead and water, filtering at a boiling heat, and leaving 
the liquid to cool. The carbonic acid is evolved as rapidly as if free nitric 
acid were present. No salt containing a larger excess of base is formed, 
even if the white lead is in great excess; for the dinitrate does not 
decompose white-lead. (Pelouze, Ann. Chim. Phys. 79, 107; also J. pr. 
Chem..25, 486.)—8. By precipitating the mononitrate with a quantity of 
ammonia not sufficient to throw down the whole of the lead-oxide. (Ber- 
zelius, Gilb. 46, 142.)—4. When the mononitrate is boiled with zinc-oxide, 
the bibasic salt separates from the solution. (Persoz, Ann. Chim. Phys. 
58, 191.)—As the hot aqueous solution cools, the salt separates in white 
grains and pearly laminw and needles, baving a slightly sweet and 
astringent taste.’ These crystals, when gently ignited, leave red-lead, which, 
at a higher temperature is converted into the yellow protoxide. (Ber- 
zelius, Pogg. 19, 812.) At 100° they lose but little water, not giving off 
the whole till heated to between 160° and 190°, and slowly even then. 
At 200° the salt turns yellow and gives off red vapours. (Pelouze.)— 
Carbonic acid robs it of half its lead-oxide. (Chevreul.) It is but very 
slightly soluble in cold water, much more soluble in hot water. (Berzelius, 
Pelouze.) 
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According to Berzelius and Cheyreul, the crystals are anhydrous, or at 
least contain nothing but water of decrepitation, which eseapes with 
violence when they are heated; but according to Persoz and Pelouze, they 
contain 1 atom of crystallization-water. 
d. Mononitrate.—Warm dilute nitric acid dissolves lead but slowly, 
with evolution of nitrous gas; the same compound.is obtained by dissoly- 
Ing the oxide.—The salt belongs to the regular system. Mig. 1, 2, 4, 18, 
and 20; also in macle-crystals, like those of spinelle. (Haidinger, Hdind. 
J. of Sc. 1,102; Wackernagel, Kastn. Arch. 5,295.) Specific gravity, 
4°3998. (Karsten.) The crystals exhibit a conchoidal, not a laminar 
fracture; they are harder than alum, white, with a waxy lustre. (Hai- 
dinger.) | | : 
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The salt decrepitates at a red heat, giving off oxygen gas and hypo- 
‘nitric acid, and leaving protoxide of lead. When it is ignited in a silver 
crucible, not sufficiently to decompose it, but till it becomes covered with 

a metallic film, and the mass when cool is boiled with water, the filtrate, 

_ after cooling, deposits dinitrate of lead-oxide, and the. mother-liquid, 
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when evaporated deposits metallic lead, while nitrate of lead-oxide 
remains in solution. (Hess, Pogg. 12, 262.) Detonates with brilliant 
sparks when thrown on red-hot coals; slightly when triturated with 
sulphur. The inflammability of tinder, blotting paper, &c., is greatly 
increased by soaking them in a dilute solution of this salt.—It 1s perma- 
nent in the air: dissolves in water producing a great degree of cold. (H. 
Rose.) One part of the salt dissolves in 1989 parts of water at 17°5°, 
forming a liquid of specific gravity 1:3978 (Karsten), in 1°707 water at 
22°3°; and 1-585: water at 247°. (Kopp.) The specific gravity of a 
solution saturated at 8° is 1°372. (Anthon.) Nitric acid precipitates the 
salt from its aqueous solution. (Braconnot, Ann. Chim. Phys. 52, 288.) 
Insoluble in alcohol. When present in excess, it exhibits a tendency to 
combine with the insoluble lead-salt formed by precipitation. (Berzelius.) 


-D. Boronitride of Leadt1—Cyanide of lead ignited with boracie 
acid in the manner deseribed (III. 70) yields a mass, which, after wash- 
ing, gives off ammonia when treated with hydrate of potash. 


EK. PHosPHontTRATE oF LEAD-oxrpz.—On pouring phosphoric acid 
into an aqueous solution of lead-nitrate, or evaporating a solution of lead- 
phosphate in nitric acid, crystalline grains are separated, which may be 
dried by pressure between bibulous paper: they contain 2 atoms of 
monophosphate of lead-oxide combined with 1 atom of nitrate; and, when 
heated, are converted, with evolution of nitrous acid vapours, into triphos- 
phate of lead-oxide.. Cold water extracts a small quantity of the nitrate 
contained in these crystals, and boiling water nearly the whole. (Ber- 
zelius, Ann. Chim. Phys. 2,161.) A solution of lead-phosphate in warm 
nitric acid deposits, on cooling, pure nitrate of lead-oxide crystallized in 
octohedrons elongated into four-sided prisms. (Dujardin, J. pr. Chem. 
15, 809.) | 


_ ¥ F. Azopnospnate or LEAp-ox1pE.—38PbO,P*NO° + 5Aq.—Formed 
by adding a soluble lead-salt to a neutral aqueous solution of the salts 
obtained by treating chlorophosphide of nitrogen (IJ. 474) with alcohol 
and ammonia.— White granular powder, which is decomposed by am- 
monia.—When heated it is decomposed in a similar manner to the 
iron-salt (q. vy.) (Gladstone, Chem. Soc. Qu. J. II]. 149.) Ff 


G. Nirrate or Leap-oxipe witn Fivoripe or Lrap.—Fluoride of. 
lead precipitated from a solution of the nitrate by fluoride of sodium 
contains nitrate of lead in a state of admixture, and difficult. to remove: 
by water. (Berzelius.) | 


H. Puumpiry or AMMonrIA.—1 part of litharge dissolves by digestion 
in 6 parts of an aqueous solution of caustic ammonia or carbonate of 
ammonia, forming a deep yellow, non-crystallizable liquid. (Karsten.) 
The solution is turbid. (Wittstein, Repert. 63, 329.) 


I. Hyposunpuire or Leap-oxip— anp Ammonia.—Formed by dis- 
solying hyposulphite of lead-oxide in a moderately strong solution of 
hyposulphite of ammonia—the mixture being shaken and gently heated 
—and leaving the solution to crystallize by evaporation in the air. At a 
_ boiling heat, sulphide of lead would be precipitated; a small quantity of 
this compound is formed even during spontaneous evaporation.—Trans- 
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sis and dolinsttons crystals belonging to the right prismatic system. 
fig. 55 nearly; w:w=104°; ¢:¢=104°, 50!.—Dissolves easily and com- 
pletely in cold water. The solution, after standing for a few minutes, or — 
more quickly if heated, deposits hyposulphite of lead-oxide in spangles, 
which, if heat has been applied, are mixed with sulphide of lead; sul- 
phates added to the solution do not pees an immediate turbidity. 
(Rammelsberg, Pogg. 56, 312.) 


Crystallized. Rammelsberg. 
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K. SutpHaTE oF LEAD-oxXIDE AND AMMONIA.—Sulphate of lead- 
oxide dissolves abundantly in hot aqueous sulphate of ammonia, in con- 
sequence of the formation of a double salt, which, however, separates on 
cooling. The compound may be prepared by precipitating a moderately 
strong solution of lead-acetate with dilute sulphuric acid in excess— 
neutralizing with ammonia—heating nearly to the boiling point till the 
precipitate is completely re-dissolved—and leaving the solution to crys- 
tallize by cooling. If the precipitate does not re-dissolve completely, 
more sulphate of ammonia must be added. If no crystals separate on 
cooling, the liquid must be heated again, and sulphuric acid added till 
turbidity begins to show itself. The double salt appears to form with 
peculiar facility in a liquid containing a large quantity of acetate of 
ammonia.—Small, transparent, and colourless “erystals, —The salt, when 
ignited, yields a sublimate of sulphite of ammonia, and a residue ag 69°8 
per cent. of lead-sulphate. In water the crystals immediately become 
milk-white, the water dissolving out the sulphate of ammonia and, after 
boiling, leaving 69-2 per cent. of lead-sulphate. (Wohler & Litton, Ann. 
Pharm. 43, 126.) 


; Litton. 
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L. AmMOoNIO-IlopIDE or LEAD.—100 parts of iodide of lead absorb 
7-19 parts (1 At.) of ammonia.—The white compound, when exposed to 
the air, gives off the whole of its ammonia, Under water, it remains 
white, but is decomposed into hydriodate of ammonia which dissolves, 
_and protoxide of lead mixed with a small quantity of iodide. (Rammels- 
berg, Pogg. 48, 166. )—lodide of lead immersed in dilute ammonia turns 
whitish, and, in a few days, is converted into a white magma, which may 
be dried in the air without decomposition, but, when heated, is resolved 
into. sirue ae gas and iodide of lead, (Labouré, NV, I Pharm. 4, 
328. 


M. loprpr or Leap anp AMMONIUM. AlydHodate of ammonia in 
excess forms with nitrate of lead oxide a white precipitate, which is 
iene Sati by a large quantity of water. (P. Boullay.) 


- N. AmMonto-cHLoripe oF Lrap.—100 parts of ehiniids of lead 
absorb very slowly and with slight intumescence, 9°31 pe (2? At.) of 
ammoniacal gas. (H. Rose, Pogg. 20, 157.) 
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O. CuLoriDE or Leap anp AmMontum.—a. Becquerel obtained this 
compound crystallized in needles by galvanic action ? (I, 401.)—}. An 
aqueous mixture of chloride of lead and sal-ammoniac is not precipitated 
by sulphuric acid. (Thénard.) 


LEAD AND PorTassiIUM. 


fA. Autoy or Leap AND Porasstum.—4 volumes of lead-filings com- 
bine at the melting point of lead with 1 volume of potassium, forming a 
brittle, easily fusible alloy, which exhibits a fine-grained fracture and 
effervesces strongly with water, but still more with aqueous acids. (Gay- 
Lussac & Thénard.)—By reducing 100 parts of lead-oxide at a strong red 
heat with 100 parts of thoroughly burnt or 60 parts of partially burnt 
tartar, a grey, brittle lead is obtained, which has a fibrous texture and 
alkaline taste, and, according to Vauquelin (Schw. 21, 222), does not 
effervesce with water; according to Serullas, however (Ann. Chim. Phys. 
21, 200), it effervesces slowly. 


B. PLumsite or Potasu.—Protoxide of Lead with Potash.—Litharge 
dissolves in hot potash-ley, forming a yellow liquid which does not 
crystallize; carbonate of potash acts in a similar manner. (Karsten, Scher. 
J. 5, 575.)—When white lead is boiled with potash-ley, a colourless 
solution is obtained; and this solution,‘ on cooling, yields small, silver- _ 
white, crystalline scales which acquire a grey tarnish by exposure to the 
air. The remaining liquid forms, on evaporation, a brownish-red, scaly, 
shining mass, which re-dissolves in water, with the exception of a few 
shining scarlet scales. Metallic lead is precipitated from the solution by 
phosphorus and zine, but not by iron. Tin immersed in a solution of 
plumbite of potash, throws down all the lead: a case of reciprocal affinity. 
(Fischer, Pogg. 9, 263.) 


C. PrumBateE or Porasu.—Peroxide of Lead with Potash.—Formed by 
fusing peroxide of lead with excess of potash-hydrate in a silver crucible, 
dissolving in water, and evaporating; the compound is then obtained in 
definite crystals. It may likewise be formed by fusing potash-hydrate 
with the yellow protoxide, which is then converted into the peroxide by 
absorbing oxygen from the air.—This salt dissolves without decomposi- 
tion in caustic potash, but, in contact with pure water, it turns red and is 
resolved into aqueous potash and precipitated peroxide of lead. (Fremy, 
N. J. Pharm. 3, 32.) : 


_ D. Hyposurpnirr or Leap-ox1pE and Porasu.—Formed by dissolv- 
ing hyposulphite of lead-oxide, with agitation, in warm aqueous hypo- 
sulphite of potash, and leaving the solution to crystallize by cooling. If 
the liquid is tolerably concentrated, it solidifies in a white mass, by the 
formation of extremely delicate, silky needles, which must be pressed to 
free them from the mother-liquid, that liquid always containing a large 
quantity of free potash-salt.—The double salt, when heated out of con- 
tact of air, gives off sulphnrous acid and sulphur, and leaves a residue 
amounting to 77°39 per cent., and consisting of sulphide of potassium, 
sulphate of potash, sulphide of lead, and sulphate of lead-oxide. It dis- 
solves in water, with partial separation of hyposulphite of lead-oxide in 
shining spangles. The solution is not clouded by sulphates, and after 
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some time only, by sulphuric acid, the precipitate then formed consisting 
of sulphur and sulphate of lead-oxide. (Rammelsberg, Pogg. 56, 310.) 


Crystallized. Rammelsberg. 
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2(KO,S202) + PbO,S20?+2Aq. 368'4 ... 100°00 


EK. SunpHate oF LEAD-oxIDE AND Porasu. — Precipitated when 
sugar-of-lead is mixed with sulphate of potash. It appears to contain. 
sulphate of lead-oxide and sulphate of potash in equal numbers of atoms; 
but the longer it is boiled with water, and the greater quantity of water 
present, the greater is the quantity of sulphate of potash dissolved out of 
it. (Trommsdorff, Zaschenb. 1825, 1.) 


F. Jopipr or Leap anp Potassitum.—a. 2KI,Pb]?.—Separates in 
yellowish, silky crystals, on pouring a solution of lead-nitrate into an 
excess of concentrated aqueous iodide of potassium. 


Boullay. 
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6. 2KI,3PbI.—1. The mother-liquid poured off from a yields yellow 
prisms after a few days.—2. The mother-liquid poured off from the yellow 
prisms and mixed with alcohol, deposits white crystals having-a silky 
lustre.—If water be added instead of alcohol, yellow iodide of lead is 
separated at first, but it is soon converted into the white salt 6.—3. When 
nitrate of lead-oxide is poured into a less concentrated solution of iodide 
of potassium, a yellow precipitate is formed, but is soon converted into 
white silky needles, which thicken the liquid. On heating the mixture, 
yellow iodide of lead is formed, which still retains the form of the 
needles, and, on cooling, is reconverted into white iodide of lead and 
potassium. (P. Boullay.)--This salt is formed, together with carbonate 
of lead-oxide, on boiling iodide of lead with a concentrated solution of 
carbonate of potash. (Berthemot, J. Pharm. 18, 311.) Becquerel ob-— 
tained it, by electrolytic action, in white silky needles. (I, 401.)—The 
needles are permanent in the air. When heated, they turn yellow, give 
off a small quantity of water, and fuse into a red liquid, which, on cooling, 
solidifies in a yellow mass. Heated with sulphuric acid, they deposit, first 
iodide of lead, and then sulphate of lead-oxide. Water separates iodide 
of lead from the crystals, dissolving out the iodide of potassium, together 
with a small quantity of iodide of lead, which, however, when a large 
quantity of water is used, does not exceed a mere trace. “Cold alcohol 
has no action on the crystals; hot alcohol leaves iodide of lead undissolved © 
and deposits the salt 6 on cooling, iodide of potassium remaining in 
solution. (Boullay, J, Pharm. 12, 639; also Ann. Chim. Phys. 34, 366.) 
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‘The crystals (3) likewise contain 3 per ceut. of water, (Boullay.) 
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G. Bromipr or Leap anv Potasstum.—When concentrated solutions 
of nitrate of lead-oxide and bromide of potassium, the latter somewhat in 
excess, are mixed, filtered, and evaporated, small octohedrons are pro- 
duced, soluble without decomposition in a very small quantity of water, 


but decomposed by a larger quantity, with separation of bromide of lead. 
(Lowig.) 


Crystallized. Loéwig. Or: zs 
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KBr,PbBr 300°0 ... 10000... 100°00 300°0 ... 100°0 


LEAD AND Sopi1uM. 


A. Attoy or Leap anp Sopium.—4 volumes of lead-filings heated 
with 1 volume of sodium to the melting point of lead, fuse with evolution 
of heat, but not of light, and form a bluish-grey, slightly extensible, 
fine-grained alloy, which melts at the same temperature as lead, oxidizes 
in the air, and effervesces ‘slightly in water, but strongly in aqueous 
acids.—3 volumes of lead-filings form, with 1 volume of sodium, a brittle, 
easily oxidable alloy. ( Gay-Lussac & Thénard.) An alloy may also be 
formed by igniting lead with charred soap. 


B. Prumprre oF Sopa.—Litharge dissolves in a boiling aqueous 


Solution of caustic soda or carbonate of soda, forming a yellow liquid. 
(Karsten. ) 


C. Piumpate or Sopa.—Analogous to plumbate of potash. (Fremy.) 


D. CarBoNnatE oF LEAD-oXIDE AND Sopa. When nitrate of lead- 
oxide is precipitated by carbonate of soda, the precipitate boiled in the 
alkaline liquid, and afterwards washed and dried at 160°, this precipitate 
evolves, on ignition, 15°185 per cent. of carbonic acid, and is therefore 
composed of NaO,CQ?+ 4(PbO,CO*).—(Berzelius, Pogg. 47, 199.) 


EK. SutpHipe or Lap anp Sopium. — 20 parts of lead-sulphate 
heated to whiteness in a charcoal crucible with 10 parts of dry sulphate 
of soda, yield 3°5 parts of metallic lead, and 19 parts of a metallic sul- 
phide containing from 20 to 25 per cent. of sulphide. of sodium. Sulphide 
of lead and sodium is a shining, lead-grey, brittle substance, exhibiting a 
close fracture. ‘Water dissolves out the sulphide of sodium from it, and 
leaves a compound of one atom of sulphur with more than one atom of 
lead. (Berthier, Ann. Chim. Phys. 22, 215.) 


F. Hyposutpnire or Leap-oxipr anp Sopa.— Formed by adding 
acetate of lead-oxide to aqueous hyposulphite of soda, as long as the 
precipitated hyposulphite of lead-oxide re-dissolves ou agitation—precipi- 
tating the double salt from the filtrate with alcohol—and washing the 
precipitate with alcohol. It may also be obtained by dissolving chloride 
of lead in hyposulphite of soda—The precipitate becomes crystalline 
after awhile. It dissolves sparingly in water, but very freely in aqueous 
acetate of soda. (Lenz, Ann. Pharm. 40, 98.) It resembles the potash- 
salt in every respect, (Rammelsberg, Pogg. 56, 311.) 
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Lenz 
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G. SutpHare or Lrap-ox1pzE AND Sopa.—Sulphate of lead-oxide and 
sulphate of soda in equal numbers of atoms fuse at a red heat, forming a 
liquid as thin as water, and yield, on cooling, an opaque mass, having an 
uneven, non-crystalline fracture. (Berthier, Ann. Chim. Phys. 38, 256.) 


H. Iopiz or Luap anp Sop1um.—Becquerel obtained this compound, 
by the electrolytic method, in needles having a silky lustre. (I, 401.) 


I. Bromrpr or Leap anp Sop1vm.— May be prepared in the same 
way as the potassium compound. Crystallizes in prisms. Decomposible 
by water. (Loéwig.) 


K. Cutoripe or Leap and Soprum.—Obtained by Becquerel in 
tetrahedrons, by the electrolytic method. (I, 401.) 


LEAD AND Barium. 


A. Prumsire of Baryta.—Boiling baryta-water forms with lead- 
oxide a deep yellow solution, which, on evaporation, leaves its two consti- 
tuents separate [in the form of carbonates ? |. (Karsten.) 


B. Suteutpr or Leap anp Bartum.—15 parts of sulphide of lead 
heated to whiteness in a charcoal crucible with 15 parts of sulphate of 
baryta yield 17 patts of sulphide of lead and barium, sulphide of lead 
being sublimed and a small quantity of metallic lead reduced.—This com- 
pound is of a dingy red colour, without metallic lustre, and of shining 
laminar fracture. Water extracts the sulphide of barium and leaves 10 
per cent. of sulphide of lead. (Berthier.)—When sulphide of lead and 
sulphide of barinm, in equal numbers of atoms, are heated to whiteness in 
a charcoal crucible, the greater part of the lead-sulphide volatilizes, and 
there remains a well fused, blistered mixture, having a brown-red colour 
and waxy lustre, and yielding a red powder. (Fournet.) 


| C. Hypostienite or Leap-oxtpr AnD Baryta.——Hyposulphite of 
lead-oxide and potash, mixed with acetate of baryta, throws down, after 
a few minutes, a precipitate consisting of the barytic double salt. The 
precipitate, however, is mixed with free hyposulphite of baryta, because _ 
the solution of the potassic double salt contains free hyposulphite of 
potash. The digestion of hyposulphite of baryta with water and hypo- 
sulphite of lead-oxide does not form a solution. (Rammelsberg, Pogg. 
56, 313.) 


D, Cutorive of Lead anv Barivst.--Obtained by the electrolytic 


method in crystals having a silky lustre: (Beequerel, I. 401.) 
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LEAD AND STRONTIUM. 


Hyposunpnire or Leap-oxipr AND Strontra.—Hyposulphite of 
lead-oxide dissolves abundantly in aqueous hyposulphite of strontia; the 
solution, however, yields no crystals, but deposits a syrup on the 
addition of alcohol. (Rammelsberg.) | 


LEAD AND CALCIUM. 


- A. Piumprre or Limr.—Heated lime-water dissolves lead-oxide, form- 
ing a yellow solution. On evaporating the liquid, the plumbite of lime 
crystallizes in small spicule, which have a caustic taste, and are slightly 
soluble in water, forming a solution which blackens wool, nails, and 
horn. (Karsten, Scher. J. 5, 575; Berthollet, dnn. Chim. 1, 52.). 


3B. Carponate or Leap-oxipe anp Lime.—Plumbo-calcite.-—Obtuse 

rhombohedrons, Fig. 141; 7° : 7? = 104° 53’ (Brewster). Specific gravity 
2°824. Softer than calespar; transparent, with a pearly lustre.——Contains 
92°2 per cent. of carbonate of lime, 7°8 p. c. carbonate of lead-oxide, and 
a trace of ferric oxide. Decrepitates in the fire, and by continued ignition 
acquires a brownish or reddish colour. With carbonate of soda on 
charcoal before the blowpipe, it yields aywhite enamel but no globules of 
lead. (Johnston, V. Ldinb. J. of Sc. 6, 79; also Pogg. 25, 312.) 


C. HyposunpHitE or Lrap-oxipE AND Limz.—From a solution of 
hyposulphite of lead-oxide in aqueous hyposulphite of lime, which is not 
rendered turbid by the addition of sulphates, alcohol throws down the 
double salt in white crystalline granules, partially decomposible by — 
water. (Rammelsberg.) 


Crystallized. Rammelsberg. 
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2(CaO,$202) + PhO,S20?+4Aq. 348 .... 100°00 


D. PHospHAtE oF LEAD-OXIDE AND LIME wirH CHLORIDE oF LEAD. 

— Nussierite. — This mineral occurs in connexion with Pyromorphite 

(p. 149). Very obtuse rhombohedrons. Specific gravity 5-0415. Yel- 

lowish, greenish, or greyish, with a faint waxy lustre. After fusion 

before the blowpipe, it solidifies into a whitish, angular enamel. Forms 

a yellowish glass with borax. Dissolves readily and without effervescence 

in nitric acid. Contains: PbCl 7°65,—CaQ 12°30,—PbO 46-50,— 

FeO 2°44,—cPO* 19°80,—AsO° 4:06,—quartz 7°20 (less 0°05). (G. Bar- 
ruel, Ann. Chim. Phys. 62, 217; also J. pr. Chem. 10, 10.) es: 


E. SULPHATE OF LEAD-OXIDE WITH FLuUoR-sPAR.—a. One atom of - 
- fluor-spar with one atom of lead-sulphate fuses very easily to a thin 
liquid, which, on cooling, yields a dense, spongy mass, of uneven, non- 
crystalline fracture.—d. 1 At. fluor-spar with 2 At. lead-sulphate: Fuses. 
just as readily and forms as thin a liquid as the above, and yields a 
_. dense, yellowish-white, stony ‘mass.—c. 1 At. fluor-spar with 4 At. 
lead-sulphate: Fuses less completely, and forms yellowish, blistered, 


Rae 


ee ele ae ee es Loe OF a - y » Ta) y a ¥ “ . 1 ae 
mT ' ' AP wd ate & 


LEAD AND ‘SILICIUM, ieee es 165 


crumbling, granular, bat Hot crystalline mass.—d. 1 At. fluor-spar, 1 At: 

lead-sulphate, and 1 At. lime: This mixture yields sulphate of lime and 
uncombined lead-oxide; fuses very easily to a very thin liquid, which, 
on cooling, forms a pale-grey, crystalline-laminar mass.—e. 4 parts of 
fluor-spar, 5 of heavy-spar, 6 of ignited gypsum, and 5 of lead-sulphate : 
Fuses perfectly at an incipient white heat and forms a thin liquid. 
Dense white enamel, haying an uneven fracture. (Berthier, Ann. Chim. 
Phys. 43, 298.) 


LEAD AND ALUMINUM. 


PHOSPHATE OF LEAD-OXIDE wiTH HypRATE or ALuMINA.—Hydrous 
Aluminate of Lead, Plombgomme, Bleigummi.—Amorphous; harder than 
fluor-spar; of conchoidal fracture; yellowish-brown; translucent. When 
heated, it decrepitates strongly, gives off water, turns white, swells up, 
and fuses partially if urged by.a strong blast. With carbonate of 
soda on charcoal, it yields globules of lead. Assumes a blue colour 
when ignited with nitrate of cobalt, Dissolves in nitric acid, (Berzelius, . 
Schw. 27, 65; Jahresber, 21, 214; Dufrénoy, Ann. Chim. Phys. 59, 440; 
also J. pr. Chem. 77, 163; ‘Damour, Ann. Mines. Ser. 3, 17, 191; also 
Je pr Chem: 21,126.) 


Berzelius, _Berzelius. Duieduay 
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LEAD AND SILICIUM. 


A. Sizicipe or Leap.—The two metals fuse together before the 
blowpipe and form a malleable alloy, which, when dissolved, in acids, 
leaves a residue of silica. (Berzelius, Pogg. 1, 220. ) ; 


B, SrzicatE oF LEAD-OXIDE, or LEAp-sticaTE.—a. Silica fuses with © 
lead-oxide to a “yellow-glass. Glass formed-of equal parts of lead-oxide 
and silica does not become dull in the air of a town (as from the action of 
sulphuretted hydrogen, which might form sulphide of lead); nor even 
when 8 parts more of lead-oxide are added to 8 parts of the glass; but 
the tarnishing takes place if 8 parts of the glass are fused with 1 part of 
potash. (Faraday, Pogg. 18, 568.) Lead-oxide attacks earthen crucibles 
when fused in them.—d. Silico-fluoride of. lead yields with ammonia a 
_ precipitate of lead-silicate. 


C. Borostnicate or Leap-oxipr.—112 parts of lead-oxide yield 
_ with 16 parts of silica and 24 of boracic acid a yellow glass, of 
specific gravity .6°44, which fuses less easily than borate of lead-oxide 
(p. 128) but more easily than flint-glass, and is strongly» tarnished, by. 
immersion in hydrosulphuric acid gas. (Maraday.) 
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D. Sricorvoripe or Leap.—PbF,SiF*,—A solution of lead-oxide 
in hydrofluosilicic acid dries up to a translucent gum, having the taste of 
other lead-salts, and re-dissolying perfectly in water, (Berzelius.) 


E. SinicatE oF LEAp-oxtpE AND AN ALKaut.—a, Lead-glass.— 
Lead-oxide forms, with silica and potash or soda, a vitreous’ mass, which is 


distinguished from other kinds of glass by its greater density, refracting 


power, softness, and fusibility, and has so much the greater tendency to 
become tarnished in impure air with sulphide of lead, as it is richer in 
lead-oxide and more finely divided, A large quantity of lead-oxide 
colours it yellow, and the presence of metallic lead (or the suboxide) 
gives it a green tint: Sint-glass, Mainzer Fluss, Glazing, (111. 380, 
381]. | 

Containing a larger proportion of potash.—The aqueous solution of 
soluble glass (III. 371) if agitated with lead-oxide, takes up a portion of 
that substance, slowly at ordinary temperatures, but more quickly when 
heated, and is thereby converted into a stiff jelly, which, when exposed 
to the air, dries up to an opalescent mass. (Fuchs, Kastn. Arch. 5, 401.) 


F. SILIcaTE OF ZIRCONIA AND LEAD-OxIDE.—d. 2Pb0,2Zr0,Si0*.— 
91°8 parts (1 At.) of zircon fuse with 224 parts (2 At.) of lead-oxide, 
forming a yellow, translucent, dense mass, having a waxy lustre and 
resembling gamboge.—b. PbO,2ZrO,SiO*.—-91'8 parts (1 At.) of zircon 
soften when heated with 112 parts (1 At.) of lead-oxide and form a stiff 


paste, which solidifies in a homogeneous, waxy, opaque mass. Both these 


compounds are easily attacked by acids. (Berthier, Ann. Chim. Phys, 
59, 193.) 


LEAD AND TITANIUM. 


FLuoRIDE oF Tiranrum AND Leap.—Small colourless crystals, which 
taste sour at first, but afterwards sweet and astringent, and dissolve 
easily in water without decomposing. (Berzelius, Pogg. 4, 5.) 


LEAD AND TANTALUM, 


Fruoripe oF Tantatum anp Leap,—Difficultly soluble in water, 
(Berzelius.) 


LEAD AND TUNGSTEN. 


A. TunéstrpE or Leap.—Formed by exposing a mixture of lead 
and tungstic acid.to a yery intense heat in a charcoal crucible-—Dark 
brown, with a faint lustre, spongy, and very ductile. (De Luyart.) — 


B. TunastTarE oF LEAD-OXIDE, ot LEAD-TUNGSTATE.—a. J/ono- 
tungstate.—Found native, as Scheelitine. Belongs to the square prismatic 
system; isomorphous with tungstate of lime (Kobell, Schw. 64, 410), and 
with molybdate of lead-oxide (A. Levy, Ann. Phil. 28, 864; also Pogg. 
8,513); Figs. 24, 28, 32, 35, with truncation of the edges between e and ¢’; 
e: e”= 181° 30’; e: e’ = 154° 86” (Levy). Cleavage parallel to yand e. 
(Breithaupt.) ‘ Specific gravity 8-0. Harder than gypsum. Colourless 
or brownish-white; transparent or translucent, with a waxy lustre. 
Fuses before the blowpipe, covering the charcoal with a deposit of lead- 
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oxide, and, on cooling, solidifies in the form of a dark crystalline globule. 
With borax it yields a colourless glass in the outer flame, and in the 
inner, a yellowish glass, which becomes grey and opaque on cooling; if 
the fusion with borax be continued for a longer time, lead is yolatilized, 
and a clear dark-red glass is formed. With microcosmic salt, this 
mineral forms a colourless glass in the outer flame, and a blue glass in 
the inner, With carbonate of soda on charcoal, it yields globules of 
lead. Dissolves in nitric acid, with separation of yellow tungstie acid. 
When a lead-salt is precipitated with monotungstate of potash, a 
white anhydrous powder is obtained, which when heated, first turns grey 
and then yellowish, fuses at a red heat, and solidifies in a crystalline 
mass on cooling. Insoluble in water and cold nitric acid, but soluble in 
caustic potash. (Anthon, J. pr. Chem. 9, 342.) | 
6. Bitungstate—Formed by precipitating nitrate of lead-oxide with 
bitungstate of ammonia.— White powder, insoluble in water. (Berzelius.) 


Lampadius. Anthon. 
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D. SunpHotTuNGsTATE oF LErap,—PbS,WS*% By mixing sulpho- 
tungstate of potassium with a lead-salt. Dark brown precipitate, almost 
black when collected. If a lead-salt be precipitated by the compound 
of sulphotungstate of potassium with tungstate of potash (IV, 40), the 
resulting precipitate is of a dingy yellow colour, (Berzelius, ) 


LEAD AND MoLyYyBDENUM. 


MotyppipE oF Lrap.—Lead alloyed with a small quantity of 
molybdenum is whiter than pure lead, hard, and somewhat malleable; 
with a larger quantity of molybdenum it forms a black, brittle mass. 
(Hjelm.) 


B. Motyspate or LEAp-ox1pk, or LEAD-MOLYBDATE.—Occurs in the 
. form of Yellow Lead-ore, Melinose (Gelbbleierz). Prepared artificially by 
precipitating nitrate of lead-oxide with monomolybdate of ammonia. The 
native variety belongs to the square prismatic system. Jigs. 23, 24, 25, 
977, 28 33, and other forms. ¢:¢’==76° 40); ¢i¢=128°; p:e=141° 40% 
e:7=128° 20; p:a=140° 1’. Cleavage parallel to p, e, andr. (Hauy.) 
Specific gravity—6°76. (Mohs.) Harder than gypsum; yellow, trans- 
lucent, with a waxy lustre. Decrepitates strongly when heated and 
assumes a darker colour, which, however, disappears on cooling; fuses to 
a yellow mass. When fused upon charcoal before the blowpipe, it sinks 
into the charcoal, leaving globules of lead, while the charcoal becomes 
impregnated with molybdenum and molybdide of lead. It dissolves in 
carbonate of soda, and with that substance sinks into the charcoal, leaving 


* In fig. 27, read a instead of e, 


globules. Dissolves easily in borax; the glass formed in the outer flame 
is slightly coloured, and that obtained in the inner flame is clear while 
hot, but in cooling suddenly becomes dark and opaque. Dissolves readily 
in microcosmic salt, forming a glass which is green if the quantity of 
mineral dissolved in it is small, but black and opaque if the quantity is 
larger. (Berzelius.) Dissolves in heated nitric acid, with separation of 
yellowish-white nitrate of molybdic acid. It is decomposed by sulphuric 
acid. Strong hydrochloric acid dissolves it, producing a green solution, 
and forming chloride of lead, which separates more completely on the 
addition of alcohol. Soluble in caustic potash, but not in water. 


Hatchett. Gobel. Melling. §Klaproth. Berzelius. 
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According to Rammelsberg, the native molybdate of lead-oxide from 
Bleiberg appears to contain a small quantity of vanadiate. The red- 
coloured molybdate from Retzbanya was declared by Johnston (Phil. 
Mag. J. 12, 387) to be chromate of lead-oxide; and since, according to 
Brooke’s statement, it exhibited the crystalline form of the molybdate, 
Johnston concluded that chromate of lead-oxide must be dimorphous. 
According to G. Rose, however (Pogg. 46, 639), the red ore in question is 
molybdate of lead-oxide, with which perhaps a small quantity of chro- 
mate may be mixed. If this be the case, the dimorphism mentioned 
at page 102, vol. I, does not exist. Boussingault (Ann. Chim. Phys. 
45, 825) examined an impure ore from Pamplona containing excess of 
lead-oxide. 


C. SULPHOMOLYBDATE OF Leap.—Black precipitate, remaining 
black even when dry, and producing a lead-grey streak. 


D. PERSULPHOMOLYBDATE OF LEAD.—Dark-red powder. (Berzelius.) 


LEAD AND VANADIUM. 


VANADIATE OF LEAD-OXIDE, or LEAD-VANADIATE.—a. Monovanadiate. 
—TFormed by precipitating nitrate of lead-oxide with an alkaline mono- 
vanadiate. Also by precipitating sugar-of-lead with an alkaline bivana- 
diate, in which case acetic acid is set free in the liquid. The precipitate, 
which is yellow at first, becomes white and less bulky in the course of 24 
hours. It fuses easily, forming a reddish-yellow liquid, and on cooling 
solidifies in a yellow mass. It is decomposed by fusion with bisulphate 
of potash; not quite completely by oil of vitriol; neither is it decomposed 
by boiling with carbonate of potash. Dissolves slightly in water forming 
a yellow solution; and is easily soluble in slightly warmed nitric acid, 
even when dilute. The solution in strong nitric acid, when heated to the 
boiling point, deposits a brown powder containing oxide of lead with a 
large excess of vanadic acid. (Berzelius. ) 

b. Bivanadiate.—- Nitrate of lead-oxide forms with bivanadiate of 
potash, an orange-yellow precipitate, which fuses readily, and, on cooling, 
crystallizes in a red mass. Gives up half its acid to boiling carbonate of 
potash. slightly soluble in water, to which it imparts a yellow colour. | 
(Berzelius. ) 


LEAD AND CHROMIUM. 169° 


Vanadite.—Ore from Beresow. Regular six-sided prisms. Some- 
times one part of such a prism consists of brown Vanadite and the other 
of Pyromorphite, a structure which would seem to indicate isomorphism, 
were it not that vanadic acid and phosphoric acid do not agree in 
stoichiometric composition. Brown, with a strong lustre. Decrepitates 
strongly, and fuses on charcoal to a bead which yields metallic lead, with 
emission of sparks, and forms a yellow film on the charcoal. The solu- 
tion of the mineral in microcosmic salt yields in the outer flame a reddish- 
yellow glass, which becomes yellowish-green on cooling,—and in the 
inner flame a glass which exhibits the beautiful green of chromium. 
Dissolves easily in nitric acid, and nitrate of silver throws down a 
large quantity of chloride of silver from the solution. Zhe ore from 
Zimapan behaves in a similar manner. (G. Rose, Pogg. 29, 455.)—Ore 
from Wanlockhead. Specific gravity 6°99....7°23. Colour varying from 
yellow to brown; opaque with awaxy lustre. Decrepitates when ignited 
and assumes a red colour which again becomes yellow on cooling. If 
kept in a state of fusion for a short time only, it solidifies in a yellow — 
mass; but by longer fusion it is converted into a spongy, steel-grey mass, 
which, when ignited upon charcoal, immediately yields globules of lead. 
Fuses readily upon charcoal, exhaling an odour of arsenic, yields globules 
of lead, and after fusion for some time in the inner flame, likewise yields 
a steel-grey, very fusible slag, which exhibits the reactions of chromium. 
When treated with nitric acid, it first yields up the lead-oxide, so that 
the fragments become covered with a red coating of vanadic acid, which 
is afterwards likewise dissolved and imparts a yellow colour to the liquid. 
With hydrochloric or sulphuric acid it forms a green solution, chloride of 
lead or sulphate of lead-oxide being separated. (Johnston, WV. Hd. J. of Se. 
5, 166; also Schw. 63, 119.) 
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LEAD AND CHROMIUM. 


CHROMATE oF LEAD-oxIDE, or LEAD-CHROMATE,—«a. Dichromate, 
Chrome-red.—1. Formed by boiling the pulverized monochromate with 
dilute potash-ley (Grouvelle), or with water and carbonate of lead-oxide 
(Dulong), or with 2 pt. lead-oxide and water (Badams, Ann. Phil. 25, 203; 
also Pogg. 3, 221): or by boiling it for some time with monochromate of 
potash, which is thereby converted into the bichromate. (Berzelius.)—2. By 
boiling lead-oxide or its carbonate with an aqueous solution of mono- 
chromate of potash. (Dulong, Schw. 5, 884.)—3. By mixing a solution of 
lead-oxide in caustic soda with chromate of potash, placing. the mixture 
in a basin, and covering it with a bell-jar, under which carbonic acid gas 
is slowly evolved by the action of sulphuric acid on pieces of marble. 
As the soda becomes saturated with carbonic acid, the salt crystallizes in 
orange-yellow. needles. (Hayes.) By mixing a very dilute solution of 
nitrate of lead-oxide with chromate of potash containing a considerable 


quantity of free potash, and exposing the mixture to the air, Faraday — 
(Quart. J. of Sc. 19, 155) obtained small red crystals, which he took for 

the monochromate, but which, according to Whbler and Liebig, are — 
really bibasic.—4. By fusing monochromate of lead-oxide with nitre, and 
exhausting the fused mass with water. (Hayes.) Wohler and Liebig 
(Pogg. 21, 580) add pounded monochromate of lead-oxide to nitre kept 
in a state of fusion at a low red heat, continuing the addition of the nitre 
in small portions at a time, till the greater part of the nitre is decomposed; 
the mixture froths up and blackens, because the dichromate appears 
black when hot. The crucible is then taken out of the fire; the still 
fluid nitrate and chromate of potash (which may be used in the prepara- 
tion of chrome-yellow) poured off after a few minutes; and the residue 
quickly washed with water in the crucible, because the powder becomes 
yellowish-red, if the liquid is left too long in contact with it. The salt 
thus prepared is of a pure vermilion colour; whereas, if prepared in the 
moist way, it is more of a yellowish-red: if the nitre be too strongly 
ignited, the product is brownish. 

Small carmine-red crystals. (Dulong.) When prepared by (4), this 
salt forms a brilliant vermilion-coloured powder consisting of delicate, 
shining crystals (Woéhler & Liebig); by (8), orange-yellow needles 
(Hayes); by (1), scarlet powder (Badams). Yields up half its amount of 
lead-oxide to acetic acid. (Badams.) 
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b. Sesquibasic Chromate.—Melanochroite. In rhombic prisms with two 
faces enlarged, and likewise massive. Specific gravity 5°75. Very soft. 
Colour, between cochineal and hyacinth-red, with a waxy lustre; trans- 
lucent at the edges; yields a brick-red powder. Decrepitates slightly 
when heated, becoming for the time darker in colour. Fuses upon char- 
coal to a dark-coloured mass, crystalline after cooling. In the inner 
blowpipe-flame, it yields fumes of lead, lead globules, and chromic-oxide. 
(Hermann, Pogg. 28, 162.) 
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c. Monochromate.—Found native as Red Lead-spar, ‘or Crocoisite. 
Crystalline system the oblique prismatic. Form an oblique rhombic prism, 
whose obtuse lateral edge forms an angle (w:w)=—93° 44'; angle between 
the oblique terminal faces and the obtuse lateral edge (i :m)=103°15'; to- 
gether with m, t, and other faces. Cleavage parallel to w, m, and ¢. (Hauy.) 
Specific gravity 6:1. Harderthan gypsum. Colour, aurora-red; yields an 
orange-yellow powder. ‘Translucent, with strong refracting power and 
adamantine lustre. Decrepitates when heated, assuming for the time a 
darker colour. The salt is obtained artificially, in the form of Ohrome- 
yellow, by precipitating the nitrate or acetate of lead-oxide with mono- 
chromate or bichromate of potash,—or more economically, according to 
Liebig (Mag. Pharm, 35, 258), by placing sulphate of lead-oxide, while 
still moist, in contact with a cold aqueous solution of monochromate of 
pein, White lead treated with monochromate or bichromate of potash 
ikewise yields monochromate of lead-oxide and monocarbonate or bicar- 
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- bonate of potash, (Kuhlmaun, Ann. Pharm. 41,228.) In precipitating 
sugar-of-lead with monochromate of potash, the precipitate is of a paler 
colour when the liquids are cold than when they are hot, because in the 
former case it contains water. (Anthon, Repert. 76,129.) Bright lemon- 
yellow powder. The colour inclines more and more to red, in proportion 
as a larger quantity of dichromate is present. Acquires a transient dark- 
red colour when heated. Fuses at a red heat, and solidifies, on cooling, 
to a dark-brown mass which yields a brownish-yellow powder; but if 
poured while still liquid into cold water, it forms an amorphous red mass, 
and likewise yields a red powder. (Marchand.) 
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When strongly ignited above its melting point, it gives off about 4 
per cent. of oxygen, and is converted into a mixture of chromic oxide and 
dichromate of lead-oxide. 


4(PbO,CrO®) = 2(2PbO,Cr0®) + Cr°0? + O. 


This mixture, if gently ignited in oxygen gas, does not re-absorb any 
oxygen. When 100 parts of chromic oxide are heated to redness in 
oxygen gas with excess of lead-oxide, 14:9 parts of oxygen are absorbed, 
and the same mixture (only with excess of lead-oxide) is therefore pro- 
duced. Ata strong white heat, chromate of lead-oxide gives off only 
4°4 per cent. of oxygen—not nearly so much, therefore, as would be 
evolved if nothing but lead-oxide and chromic oxide were to be left 
_ behind. (Marchand, J. pr. Chem. 19, 65.) The salt, when heated in a 
stream of hydrogen gas, begins to exhibit incandescence, from formation 
of water, even before the heat is raised to redness; it likewise blackens 
and yields globules of lead; and gives off 10°7 per cent. of oxygen ata 
comparatively low temperature, and 11°8 per. cent. ata higher tempe- 
rature; 
2(PbO,CrO*) + 5H = 2Pb + Cr°03+5HO. 


According’ to this calculation, 100 parts of the salt should give off 12:2 
parts of oxygen. If oxygen gas be again passed over the residual mass, 


and heat applied, 7 per cent. of oxygen is re-absorbed with vivid incan- 


descence. (Marchand.)—The salt when ignited with charcoal, yields 
chromic oxide and metallic lead. (Moser.)—If balls made with from 4 to 
8 parts of this salt, 1 part of sulphur, and water, be dried and then ignited 
in a glass tube, they exhibit a dingy brownish-green colour after cooling, 
and take fire on exposure to the air, with incandescence and evolution of 
sulphurous acid; concentrated nitric acid afterwards extracts from them 
considerable quantities of chromic oxide and lead-oxide; cold acetic acid 
likewise extracts a large proportion of lead-oxide. (Anthon, Repert. 81, 
358.) The salt, when boiled with aqueous carbonate of potash, becomes first 
cinnabar-red [salt a], then yellowish-white [carbonate of lead-oxide]; and 
the liquid takes up considerable quantities of chromic acid and lead-oxide, 
which, on the addition of sulphuric acid, are completely precipitated in 
the form of chromate of lead-oxide. (Brandenburg, Scher. NV. Ann. 3, 61.) 
—The salt dissolves cempletely in caustic potash (Vauquelin); the solu- 
tion saturated while hot, deposits, after a few days, delicate yellowish-red 
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lamine of the salt a. (Wohler & Liebig.)—Heated sulphuric acid decom- 
poses the salt, with formation of lead-sulphate; heated hydrochloric acid | 

forms a green solution of chromic hydrochlorate, with separation of chlo- | 
ride of lead, and evolution of chlorine gas. If the hydrochloric acid is 
mixed with alcohol, the formation of the green solution is attended with 
the evolution of hydrochloric ether. The salt is insoluble both in pure 
water and in water containing sal-ammoniac; but, according to Conybeare 
(NV. Edinb. Phil. J. 7, 109), it dissolves sparingly in water containing 
chromate ef potash. 


Leap AND URANIUM. 


UranateE oF Lrap-ox1pr.—PbO, 2U*0*.—1. By precipitating an 
aqueous mixture of lead-nitrate and uranic nitrate with ammonia. (Arf- 
vedson, Pogg. 1, 258.)—2. By boiling freshly precipitated lead-carbonate 
with uranic acetate till the es acquires a yellowish-red colour, and 
afterwards boiling with fresh uranic acetate. (Wertheim, J. pr. Chem. 
29, 228.)—3. By precipitating basic lead-acetate with uranic nitrate. 
 (Persoz, Ann. Chim. Phys. 56, 335.)—Yellowish-red substance, which 

-when ignited, first becomes brown-red and then again. yellowish-red. If 
heated in a pottery-furnace, it acquires a straw-yellow colour, without 
any reduction. (Wertheim.) Becomes cinnamon-coloured by ignition. 
When ignited in a current of hydrogen gas, it gives-off 6°34 per cent. of 
oxygen and yields a dark brown powder |a mixture of uranous oxide and 
lead], which, if exposed to the air after perfect cooling, takes fire and is 
reconverted with incandescence, into uranate of lead-oxide (Arfyedson) : 


PbO,2U?0?+ 3H = Pbh+4U0+3H0. 
After ignition, it is very difficultly soluble in acetic acid. (Wertheim.) 
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LEAD AND MANGANESE. 


A. Permanganate of potash gives with nitrate of lead-oxide a brown 
precipitate, which dissolves completely in cold nitric acid, forming a brown 
solution. (Forchammer.) 


B. Manganous oxide fuses with lead-oxide, forming a green glass, 
which, when it takes up more oxygen from the air, assumes a brown-red 
colour. (Berthier.) : 


LEAD AND ARSENIC. 


A. ARSENIDE oF LEAp.—1. Melted lead takes up one-sixth of its 
weight of arsenic, without visible combustion, thereby becoming brittle, 
and acquiring alaminar texture. Lead-shot are made of lead with a very 
small quantity of arsenic.—2. Arseniate of lead-oxide reduced in a 
charcoal crucible yields a semi-ductile alloy, which exhibits a white 
_ fracture, and gives up all its arsenic if exposed for some time to a white 
heat in a charcoal crucible. (Fournet.) 
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B. ARSENITE OF LEAD-oxIDE or LEAD-ARSENITE.—a. Drbasic.— 
1. By precipitating basic acetate of lead-oxide with ammonia saturated 
with arsenious acid.—White powder, which, when heated, gives off its 
combined water, and fuses to a yellowish, idio-electric, vitreous mass. (Ber- 
zelius, Ann. Chim. Phys. 11, 233.)—2. When arsenious acid vapour is 
passed over ignited lead-oxide, it is rapidly absorbed, the oxide fuses and 
becomes red-hot, and, on cooling, solidifies to a sulphur-yellow enamel or 
glass, which fuses readily and is not decomposed, even at a bright-red 
heat. No arsenic or lead is reduced to the metallic state, unless either 
the oxide of lead or the arsenious acid is in excess; when the proper pro- 
portions are observed, nothing but {bibasic?] arsenite of lead-oxide is pro- 
duced. (Simon, Pogg. 40, 336.)—Arsenite of lead-oxide is not soluble 
either in aqueous ammonia, or in arsenite of ammonia or other ammo-— 
niacal salts. (Wittstein.) | 
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b. Monobasic.—By precipitating a monobasic lead-salt with aqueous | 
ammonia, which has been saturated, while warm, with arsenious acid.—- 
White powder, which, when triturated in a mortar, becomes more 
strongly electrical than sulphur. When heated, it fuses to a yellowish, 
strongly idio-electric glass, and a small portion of the arsenious acid and 
combined water are given off. Slightly soluble in water. (Berzelius.) 
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C. ARSENIATE OF LEAD-OXIDE or LEAD-ARSENTATE.—a. TZerbasic.— 
1. By precipitating neutral lead-acetate with diarseniate of soda, in 
which case free acetic acid remains in the liquid, or by precipitating any 
lead-salt with diarseniate of soda in excess, whereby monoarseniate of 
soda is produced. (Mitscherlich.)—When neutral lead-acetate is precipi-' 
tated by trisarseniate of soda, the precipitate contains more than 3 atoms 
of base if the lead-salt is in excess; but if a solution of 1 part of lead-acetate 
be added to a solution of 1 part of trisarseniate of soda (in which case 
the latter will predominate), the precipitate will consist of terbasic salt. 
(Graham, Pogg. 32, 51.)—2. By digesting 6 with ammonia. (Berzelius.) 
White, fusible powder. (Berzelius.) When raised to a low red heat, at 
which it neither fuses nor bakes together, it acquires a transient yellow 
‘colour. (Graham.) Insoluble in water; likewise insoluble in aqueous 
ammonia and its salts. (Wittstein.) 
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6. Bibasic.—Yormed slowly by the action of air and aqueous arsenic 
acid upon lead; precipitated on mixing aqueous hydrochlorate or nitrate ’ 
of lead-oxide with arsenic acid,—or on gradually dropping diarseniate of 
- ammonia, potash, or soda, into an excess of mononitrate of lead-oxide, | 
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(Berzelius, Mitscherlich.) Fuses more easily than a, forming an opaque 
mass; crystallizes on cooling, according to Mitscherlich, but according to 
H. Rose it does not. On charcoal in the inner flame, it exhales an odour 
of arsenic, and yields globules of lead, (H. Rose.) Dissolves in hydro- 
chloric or nitric acid, but not in water or acetic acid. 


Berzelius. Thénard. Chenevix. 
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D. SuLPHARSENITE OF Lrap.—2PbS, AsS*—Red-brown precipitate, 
black after drying, and yielding a brown powder; fuses readily without 
giving off sulphide of arsenic, and solidifies to a metal-grey mass, having a 
shining, crystalline fracture, and yielding a grey powder. (Berzelius, Pogg. 
7, 147.)—10 parts of galena heated to whiteness in a charcoal crucible 
with 5 parts of orpiment, volatilize, leaving only 1 part of ductile lead; 
hence orpiment favours the volatilization of sulphide of lead. (Fournet.) 


-_E. Sunpnarsentate or Leap.—Lead-salts give dark brown precipi- 
tates with the aqueous solution of bibasic sulpharseniate of sodium, and 
red with the terbasic salt. - Both precipitates turn black when dry. (Ber- 
zelius. ) 


F. ArsENIATE oF LEAD-oxIDE witu Cuioripr or Leap.—In many 
kinds of Pyromorphite (p. 149), especially in the yellow variety, the 
phosphoric acid is partly replaced by arsenic acid. Specific gravity 
7208. (Mohs.) The ore which contains arsenic acid is distinguished 
from that which contains phosphoric acid only, by the arsenical odour 
which it evolves when heated on charcoal before the blowpipe, and by 
being rapidly reduced to metallic lead alloyed with arsenic. 


G. ArsEnipE oF Leap anp Potasstum.—-Formed by igniting in a 
well closed crucible, 2 parts of lead, 1 of arsenious acid, and 2 of tartar. 
The mass when immersed in water by itself remains almost unaltered,— 
but if in contact with mercury, which removes the coating of lead, it 
yields, in the course of a few weeks, a large quantity of arseniuretted 
hydrogen gas. (Serullus, 7. Phys. 93, 187.) 


Leap anp ANTIMONY, 


A. Antimonipn or Lrap.—a. Pb"Sb.—Found on the hearth of 
a smelting-furnace at the Mulder works. Broad, thin, six-sided prisms, 
with two of the lateral faces very much enlarged, and the angles of the 
lateral edges, about 144°, 97°, and 133°. Specific gravity 9:21. Mal- 
leable; of the hardness of calcspar; steel-grey. Fuses less easily than 
pure lead, and covers the charcoal, first with a white film of lead-oxide, 
_ then with a similar film of zinc-oxide, and lastly with a yellow film of 
lead-oxide. (Karsten, Pogg. 55, 118.) 
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6. Pb‘Sb.-—An alloy of 416 parts lead, and 129 antimony is laminar, 
brittle, bluish-white, shining, and does not evolve antimony when heated 
to whiteness in a charcoal crucible. (Fournet.)—c. Pb*Sb.—208 pts. lead 
with 129 antimony give off but a small quantity of antimony when heated 
to whiteness in a charcoal crucible.—With 2 At. antimony a larger 
quantity is evolved, and with 6 atoms, a very large quantity. (Fournet.) 


Type-metal contains 83 pts. lead and 17 antimony. (Heeren.) An 
alloy of 3 pts. lead and 1 pt. antimony is ductile but hard; that which 
contains equal portions of the two metals is brittle and laminar. 


B, ANTIMONIATE OF LEAD-oxIDE.—Prepared with nitrate of lead- 


oxide and antimoniate of potash. Formed likewise by treating antimonide 


of lead with hot nitric acid.—White curdy precipitate; turns yellow and 
gives off water when heated; infusible. When ignited on charcoal before 
the blowpipe, it is reduced, with slight detonation, to antimonide of 
lead. Not completely decomposed by nitric acid. Insoluble in water. 


 (Berzelius. ) 


Naples Yellow is antimoniate of lead-oxide. It is formed by mixing 
intimately 1 part of tartar-emetic, perfectly freed from iron by re-crystal- 
lization, with 2 parts of crystallized lead-nitrate and 4 parts of common 
salt—igniting the mixture in a hessian crucible for two hours, at a heat 


_ sufficient to fuse it—separating the cooled mass from the crucible by 
slight blows—and extracting the chloride of sodium with water. By 


this treatment, the Naples Yellow is disintegrated and reduced to a fine 

powder; if too strong a heat has been applied, it forms a hard mass which 

will not disintegrate.—A cheaper but less beautiful product is obtained 

by mixing 2 parts of a pulverized alloy of equal parts of lead and antimony 

(or pulverized printing types) with 3 parts of nitre and 6 of common 
salt, then heating to redness and exhausting with water as above. 

(Brunner, Pogg. 44, 1387; also J. pr. Chem. 10, 196.)—Older recipes: 

12 pts. white lead, 3 antimonium diaphareticum, 1 sal-ammoniac, 1 alum> 
or pearl-ash; or: 16 grey sulphide of antimony, 24 lead, 1 common salt, 

1 sal-ammoniac, &c. The mixture is to be ignited in the air gently at 

first, but afterwards more strongly for several hours, and then washed.— 

Orange-yellow, very permanent oil-colour. 


C. SutpHaNtTIMoniTE or Leap.--Lead-grey with metallie lustre, 
easily fusible; when ignited upon charcoal, it evolves sulphurous acid 
and forms a white and afterwards a yellow deposit. According to 
Fournet, it leaves antimonide of lead when ignited in the charcoal 
crucible. Hot nitric acid converts it into a white powder of antimoniate 
of Jead-oxide. Dissolves in strong boiling hydrochloric acid with 
evolution of sulphuretted hydrogen.—a. Seuxbasic.—Kilkbrickenite— 
Sp. gr. 6-407, (Apjohn, Jahresber, 22, 193.) iy 
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b. Quintobasic. —Geocronite.—-From Sala: Specific gravity 5°88; mas- 


sive; light lead-grey (Svanberg, Pogg. 51, 535.) From Mevida: Sp. gr. 


6°43. (Sauvage, Jahresber. 21, 185.) 
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In the Geocronite from Sala, part of the antimony is replaced by 
arsenic. 

c. Terbasic. -~ Boulangerite. — Crystallo-laminar or fine-grained. 
Sp. gr. from ay 69 to 5:97. Dark lead-grey. 


Boulanger. Thanlow. Bromeis. Abendroth. 
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d, Bibasic.--Feather-ore.—Soft needles of a ae rey and smoke- 
grey colour. 
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- @. Sesquibasic,—Jamesonite.—Rhombie prisms: w’ : w= 101° 30’; 
Sp. gr. 5:56. 
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if Pour -therds-basie.—- Magrontte,—— Crystals belonging to the oblique 


prismatic system. w’ : w= 120°49’. Cleavage parallel tow. Sp. gr. 5:4. 


Colour dark lead-grey. Decrepitates when heated. (Zinken, Logg. 25 


492; G. Rose, Pogg. 28, 421.) 


G. Rose. Kudernatsch. 
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Monobasic.—Zinkentte.—Six-sided prisms, probably, as in Arragonite, 
made up of rhombic prisms. Sp. gr. 531. Fracture uneven. Softer 
than calespar. Decrepitates strongly before the blowpipe. (G. Rose, 
Pogg. 7, 91.) When ignited in hydrogen gas, it gives off all its sulphur, 
and leaves a residue of antimony. (Wdohler.) . 
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D. SuULPHANTIMONIATE OF LEAD.—When a solution of lead-acetate 
is gradually added, with constant agitation, to an excess of solution of 
terbasic sulphantimoniate of sodium, a dark brown precipitate is pro- 
duced, which, when ignited out of contact of air, gives off sulphur, 
together with a trace of sulphurous acid, and leaves from 94 to 95 per 
cent. of residue having the composition of Boulangerite (3PbS,SbS%). 
Boiling potash-ley extracts the sulphide of antimony from the precipitate 
and leaves the sulphide of lead; the sulphide of antimony may be pre- 
cipitated from the filtrate by acids without evolution of sulphuretted 
hydrogen.—If, on the contrary, the solution of the Schlippe’s salt be 
added by degrees to an excess of lead-acetate, and the mixture boiled for 
some time, the precipitate will contain a mixture of 8PbS and Sb0* 
(compare IV, 358). This mixture, when ignited in close vessels, yields 
a large quantity of sulphuric acid, a sublimate of antimoni¢ oxide, and a 
half-fused, lead-grey residue. (Rammelsberg, Pogg. 52, 223.) — 3 
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LEAD AND TELLURIUM. 


A. Trtturtme or Lrap.—These two metals fuse together with 


facility. Native telluride of lead is massive; may be cleft parallel to the 


faces of a cube; has a density of 8°159, and the hardness of calcspar; it. 
may be rubbed to fine powder, and has a yellowish tin-white colour. 
On charcoal it imparts a blue colour to the blowpipe-flame; in the inner 


flame it fuses to a bead which gradually diminishes in size till nothing — 


remains but a small.globule of silver. This globule is surrounded with 


an inner ring of telluride of lead which has been volatilized and re-_ 


solidified, and an outer ring of a brownish-yellow colour, which, when the 


blowpipe flame is directed upon it, turns blue and then disappears. 
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In the outer flame the metallic deposit is smaller, the yellowish-brown 
more considerable. When the mineral is fused in an open glass tube, a 
ring of white drops forms round it, and the white fume which rises, yields 
a white sublimate, which runs together into a drop when heated (telluric 
. oxide). Dissolves in cold nitric acid, but more quickly in the same acid 

-when hot. (G. Rose, Pogg. 18, 68.) 
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B, Tevturtre or Leap-ox1pr.—a, Basic.—Tellurite of potash — 


yields with basic lead-acetate a bulky, translucent, somewhat soluble 
precipitate.—b. Monotellurite.—By precipitation of neutral lead-acetate. 
The white precipitate, when heated, gives off water, turns yellow, and 
then fuses into a translucent mass. Before the blowpipe, on charcoal, 
it is reduced, with slight detonation, to telluride of lead. It is easily 
soluble in acids. (Berzelius.) 
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C, TELLURATE of LEAD-oxIDE.—a. Basic-—Monotellurate of potash 
gives with basic lead-acetate a white, voluminous precipitate, difficult to 
wash, and not quite insoluble in water.—b. Monoteilurate.—The preci- 
pitate formed with neutral lead-acetate is white, heavy, and somewhat 
soluble in water.—c. Bitellurate.--By precipitating neutral lead-acetate 
with bitellurate of potash or soda. The precipitate is more soluble in 
water than 6.—d. Quadrotellurate-—The precipitate obtained with an 
alkaline quadrotellurate turns yellow when ignited, and white again on 
cooling. It dissolves in dilute nitric. acid, even after ignition; more 
sparing in dilute acetic acid, remaining in the form of a white powder 
when the acid evaporates; it is soluble to a considerable extent in water. 
(Berzelius.) 


D. SunpHotetturite or Leap.—The brown precipitate turns black 
on drying, gives off water when ignited in a retort, and leaves a grey 
mass haying the metallic lustre. (Berzelius.) 


Leap and Bismurit. 


A. Attoy or Luad anv Bismuti.~—Thesé metals unite readily in all 
proportions and with condensation. When 3 At. lead are united with 
2 At. bismuth, the mixture exhibits but one solidifying point (p. 103), 
viz. at 129°; when the metals are united in other proportions, a higher 
solidifying point likewise exists besides the former, viz. at 146° in Pb*Bi, 
and at 143°in PbBi. (Rudberg.) a. When alloyed with a small quantity 
of bismuth, lead retains its malleability, but becomes much more tough.— 
6. Pb®Bi = 312 : 2:13. Fuses between 163° and 171°. (Dobereiner, 
Schw. 42, 182.)—c. 1 part of lead to 1 part of bismuth: Brittle, with 


laminar fracture, the colour of bismuth, and specific gravity 10°7097, 
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(Muschenbroek.) Light lead-grey; close-grained; does not expand in. 
cooling. (Marx.)—d. 1 part of lead to 2 bismuth: Fracture crystalline _ 

and coarse-grained; does not expand perceptibly in solidifying. (Marx.) 
+ -—é. 1 part lead to 3 bismuth: Fracture laminar; expands slightly in 
ye WP odlidifying. (Marx.)—/f. 1 part lead to 8 bismuth: Coarsely laminar; of 
the colour of antimony; expands in solidifying. (Marx, Schw. 58, 463.) 

- — According to Thomson, the alloy PbBi has a specific gravity of 
10°831, and melts at 134°3°; and PbBi’ has a sp. gr. of 10°509, and melts 

at 128:2°. (Liebig and Kopp’s Jahresber, 1849, 1040.)—Bi®Pb? fuses. 

at 122°4°. (Person.) J er: 


B, SULPHOBISMUTHATE oF LEap.——8PbS,BiS*.-—K obellite.—Specifie 
gravity 6°29...6°32. Fracture radiating. Colour dark lead-grey with 
metallic lustre, like crude sulphide of antimony; not very hard; yields a 
black powder. When ignited in an open tube, it yields sulphurous acid 
and antimonic oxide; fuses with strong intumescence at first, but after- 
wards quietly, and becomes surrounded with a yellow glass. Forms a 
white deposit on the charcoal in a weak blowpipe flame, and a yellow 
deposit in a stronger flame. In the inner flame it fumes strongly and 
yields a white metallic bead. With carbonate of soda it melts together 
and sinks into the charcoal, leaying a semi-malleable metallic globule. 


(Setterberg, Pogg. 55, 635.) 
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In this mineral, FeS probably replaces part of the PbS, and SbS* part of 
the BiS* | . 


LEAD AND ZINC. 


Auttoy oF Leap anp Zinc.—Lead readily unites with zine, thereby 
becoming harder; but its ductility is not impaired by any proportion of 
zinc. (J. F. Gmelin.) When it is heated to whiteness in a charcoal 
erucible with 4..4 zinc, the lead gives up the whole of the zine. 
(Fournet.) 


LEAD AND TIN. ~ 


A. Atnoysor Leap anp Try.—Lead and tin unite in all proportions, 
The alloy is harder, more tenacious and more fusible than either tin or 
lead alone. From an alloy containing not more than 3 parts of lead to 
1 part of tin, vinegar dissolves out nothing but the tin. (Proust, Gummi, 
Pfaff, Ann. Chim. 57, 18; Schw. 6, 225; 11, 14.) — 

The specific gravity of the alloy is below the mean determined by 
calculation; 2 volumes of tin combine with 1 volume of lead, almost 
without change of volume (denoted in the table by 2:1M.); but the 
farther the proportions deviate either way from this standard, the 
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greater is the difference between the calculated and the actual density, as 
shown by the following table. In this table the melting points (M.P.) of 
the alloys are also given.—The specific gravities and melting points of 
some of the alloys, as determined by Thomson, are likewise added. — 


Kupffer. . Thomson. 
Specific gravity. M.P. | Specific gravity. MOF. 
observed. calculated. diff. obs. Gal. diff. 
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SnPb? .... 10°0782 .... 10°0936 .... 154 
SuPb? - .... 10°3868 .... 10°4122 .... 254 .... 239 
SnPb* .....11°5551 .... 10°6002 .... 431 


Regnault (Ann. Chim. Phys. 76, 136) found the specific gravity of 
Sn?Pb=8-777, and that of SnPb=9°887 at 13°3°. | 


The alloy Sn°Pb has one solidifying point, viz. at 187° (182-8 accord- 
ing to Person); the other alloys likewise exhibit a higher solidifying 
point, which for Sn”Pb, is at 210°;—for Sn®Pb, at 200°;—for Sn*Pb, at 
190;—for Sn?Pb, at 200°;—for SnPb, at 240°;—for SnPb’, at 270;—and 
for SnPb*, at 280. (Rudberg.) | 

32 parts of tin to 1 lead: (Vierstempliges Zinn).—5 parts of tin to 
1 lead (Dreistempliges Zinn). The ordinary proportion fixed by law 
for tin-vessels.—4 parts tin to 1 lead; Mive-pound Tin (Pinfpfundiges 


Zinn).—8 parts tin to 1 lead; Your-pound Tin (Vierpfindiges Zinn). 


—2 parts tin to 1 lead: Fine solder; Three-pound Tin (Zweistempliges 
or dreipfindiges Zinn).—1 part tin to 1 lead: Common solder; Two- 
pound Tin (Zweipfindiges Zinn).—1 part tin to 2 lead: Coarse solder. 


B. StannaTE oF LEAD-ox1IDE.—An alloy of lead and tin fused in 
contact with the air oxidizes much more quickly than either metal alone, 


the change being accelerated by the aflinity which the two oxides have 


for one another. The alloy of 1 part tin with 4 or 5 of lead burns at a 
red heat like charcoal, the combustion afterwards going on spontaneously 
like that of inferior peat, with formation of cauliflower-like excrescences. 
(Berzelius.) The presence of platinum in the alloy retards the combus- 
tion; gold, on the contrary, does not interfere with it, being apparently 
converted at the same time into purple oxide. (Fox, J. Roy. /nst. 1, 626.) 
—Aqueous stannate of potash mixed with a lead-salt gives but a slight 
precipitate of stannate of lead-oxide: it appears to be somewhat soluble. 
(Moberg.) — The lead-ash containing tin, or tin-ash containing lead, 
obtained by oxidating an alloy of the two metals, forms a white opaque 
Enamel when fused either alone or with silica and alkali: Dial- plates and 
other White Enamels. 


C. ANTIMONIDE OF LEAD AND Tin.—Antimonide of tin is rendere 
brittle by admixture of lead. (Chaudet.) } 


D. Autoys or Bismutu, Leap, anD T1n.—2 parts of bismuth, 1 lead 
and 1 tin, form Rose’s Fusible metal; 8 parts bismuth, 5 lead and 8 tin; 
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Newton’s and d’Arcet’s ee parts bismuth, 2 lead and 8 tin: Lichtenberg’s. 
All these alloys melt below the boiling point of water. An alloy of 


_ 426 parts (2 At.) bismuth, 177 (8 At.) tin, and 312 (3 At.) lead, fuses, 


* 


according to Débereiner, at 99°.—Rose’s fusible metal melts at 93°75°. 
(G. A. Erman, Pogg. 20, 283.)—In whatever proportion the three metals 
are mixed, they exhibit one fixed solidifying point, at 98°, and two higher 
ones which are variable. (Rudberg.) — Rose’s fusible alloy does not 
expand in solidifying; hence a glass tube into which the melted alloy 
is drawn up, cracks lengthwise, when nearly cold. (Marx, Schw. 58, 
468.) | | 

Sn‘Pb?Bi has a density of 9:194 at 11°, and fuses at 120°; Sn’PbBi 
has a density of 9°253 at 20°, and fuses at 95°. (Regnault, V. Ann. Chim. 
Phys. 1, 187.) Sn?Pb?Bi® fuses at 96°; Sn?PbBi at 145°. (Person, 
Jahresber, L. & K. 1850, 72.) | : . 

120 pounds of an alloy of 3 pts. tin, 2 lead, and 5 bismuth, yielded, 
on cooling, tolerably definite crystals which fused below 100°, and con- | 
tained, Sn 15°76,—Pb 26°56,—Bi 57°68, or equal numbers of atoms of 
the three metals. (Lébell, J. pr. Chem. 26, 511.) 


Potassium added to fusible metal raises its melting point. (H. Davy.) 


E. Attoys or Leap, Tin anp Zinc. — The alloy ZuSn*Pb?= 
ZnSn*,2PbSn> exhibits but one solidifying point, viz. at 168°; all other 
alloys of these three metals have likewise two higher solidifying points, 
bandc. (A. & L. Svanberg, Pogg. 26, 280.) 
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OrTHER ComMpouNps oF LEAD. 


With Iron, Nickel, Copper, Mercury, Silver, Gold, Platinum, Palla- 
dium, Rhodium and Iridium. ae 
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IRON. 


Bergman. De analysi Ferri. Opuse. 3, 1. 

Thénard. Oxides of Iron. Ann. Chim. 56, 59; also V. Gehl. 3, 643. 

‘Bucholz. Oxides of Iron. WV. Gehl. 3, 696. 

- Gay-Lussac. Oxides of Iron. Ann. Chim. 80, 163; also Gild. 42, 265. 
Further: Ann. Chim. Phys. 1, 33. 

Berzelius. Compounds of Iron with Sulphur and Oxygen. Gub. 37, 
gut 42,277. Further: Ann. Chim. Phys. 5, 149; also WV. 7'r. 2, 

2, 359. —Pogg. 7, 393. —Atomic pein of Iron. Ann. Pharm. 50, 

432. 

Rinmann. History of Iron and its apprieation in the arts and manufac- 
tures ; translated into German by Georgi. Berl. 17 85. 

Karsten. Handbuch der Hisenhiittenkunde, Halle, 1816,.—System der 
Metallurgie. 1831—82. B. 4. 


_ Synonymes. isen, Fer, Ferrum, Mars. 


History. Knives and arms of iron are mentioned in the books of 
Moses. ‘The ancient Greeks, on account of the difficulty of manufactur- 
ing iron, generally used arms made of an alloy of copper and tin.—The 
chemical relations of iron have been investigated chiefly by Bergman, 
Proust, Bucholz, Gay- Luasac and Berzelius. Ferric acid was discovered 
by Fremy. 


Sources. The most widely diffused of all the hasty metals. It 
occurs native, though rarely, sometimes in meteoric masses, sometimes in 
fine granules in Mica-slate (Kastn. Arch. 11, 364), sometimes in Cerite 
(Ann. Pharm. 11, 245); as protoxide; as ‘sesquioxide ; as hydratedg 
sesquioxide; as carbonate, phosphate, sulphate, hydrochlorate, silicate, 
titanate, tantalate, niobiate, pelopiate, tungstate, arseniate, and oxalate of 
the protoxide or sesquioxide; as protoxide combined with alumina or 
sesquioxide of chromium; as eight-sevenths sulphide of iron; as bisulphide; 
as sulphide of iron combined with other metallic sulphides, in Copper 
pytites, Peacock copper, Grey copper, Arsenical pyrites, and Sternbergite; 
and finally, in small quantity, often as a colouring principle of various tints, 
in a great number of mineral substances; and in most organic bodies. 


Preparation on the large scale.—Principally from ores containing the 
protoxide or sesquioxide. The ores are commonly roasted in the first in- 
stance to free them from sulphur, arsenic, &c., then coarsely pounded, mixed 
with charcoal or coke, and a flux to facilitate the fusion of the earthy 


paloma ruk®/ e 


IRON. eres 183. 


matters contained in the ore, and exposed to the most intense white heat in 
tall smelting furnaces (Hoheisendfen) urged by a strong blast. If the ore 
contains alumina and silica, lime is used as a flux; a calcareous ore, on 
the contrary, requires the addition of minerals containing silica and 
alumina: the best mode of proceeding is to mix calcareous with siliceous 
iron-ores, so that each may act as a flux to the other.—The iron reduced. 
from the melting mass—Pig-iron, Cast-iron—which is freed from time to 
time from the slag which floats on its surfacé, and run off at the bottom, 
or scooped out several times in a day—is contaminated with various 
matters which will be mentioned under the head of Cast-iron: from these 
it is freed on the large scale by a partial oxidation, called the Refining 
process (das Hisenfrischen oder Frischprocess), whereby chiefly the foreign 
substances are oxidized, and separated partly as gas, partly in the form 
of aslag, called Cinder (Prischschlacke), whilst a purer and malleable 


iron remains, called Refined iron, Bar iron, or Wrought iron (Frischeisen, 


Stabeisen, Schmiedeisen). The carbon which is oxidized, partly by the 
air, and partly by the cinder produced in the process, escapes in the form 
of carbonic oxide; the cinder consists of silicate of lime, magnesia, alu- 
mina, manganous oxide, ferrous oxide, &c. In proportion as the iron 
becomes purer, it loses its liquid form and becomes granular: as the purifi- 
cation advances, it welds together, and is then perfectly purified and formed 
into bars either under the hammer or between rollers. This oxidation 
takes place either by fusion with charcoal while a blast of air is blown 
upon the mass: Refining upon hearths (Frischbarkeit auf Heerden), or 
by contact with the flame of coal in reyerberatory furnaces: Puddling. 

Bar-iron still retains about 4 per cent. of carbon, which makes it 
harder; generally also it contains a small quantity of silicium; sometimes 
phosphorus, which makes it brittle when cold;—or sulphur, arsenic, 
copper, which make it brittle at a red heat,—and other metals. 


_ Purification —1. By melting iron filings with one-fourth their weight 


of smithy scales under a layer of green glass,—or of glass prepared for 


the purpose and free from heavy metals—the whole being enclosed in a 
crucible with the cover luted down, and the fire urged by a strong blast. 
(Broling.) By reducing a pure oxide of iron with hydrogen gas. 
(Berzelius.) 


Properties. Iron sometimes exhibits cleavage parallel to the faces of 
acube. This was observed by Wohler (Pogg. 26, 182) in iron-plates 
which had been imbedded beneath the hearth of an iron-smelting 
furnace and exposed to a strong white heat during the whole time of 
smelting. The same appearance was noticed by Breithaupt (J. pr. Chem. 
4,245) in the Aachner meteoric iron. Wohler likewise found iron 
erystallized in octohedrons in the hollows of a large cast-iron roller.— 
Wrowght iron has a fibrous texture. It is the hardest and toughest of 


all the ductile metals; it cannot be beaten out into very thin plates, but 


may be drawn out into very fine wire. Iron purified (1) by fusion with 
smithy-scales has, after solidification, a density of 7°8439, which is 
rather increased than diminished by rolling out into plates or drawing 


into wires. (Broling.) The purest soft bar-iron, containing but a trace 


of carbon, has a density of 7:79 (Karsten); that of ordinary bar-iron is 
7-788. (Brisson.)—At a red heat, iron becomes softer and tougher; at a 
white heat, it may be welded; at a temperature above the welding point, 
it crumbles under the hammer; its melting point approaches the limits 
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of temperature that can be obtained by ordinary means,—being, accord- 
ing to Pouillet, at 1550° C., according to Daniell, at 1587°, according to 
Morveau, at 6346° C. or 175° Wedg., and according to Mackenzie, at 
158° Wedg. At a still higher temperature, such as that produced by 
Hare’s deflagrator, or by the combustion of iron in oxygen gas, it vola- 
tilizes. If an electric current be passed by means of charcoal points 
through iron placed in vacuo, there is formed a quantity of vapour of 
iron, which burns with a flash on admitting the air, and deposits a 
yellowish-red film upon the glass. (Hare.)—-Iron is attracted by the 
magnet, and may itself be rendered magnetic, but loses this property 
the more quickly in proportion as it is free from carbon. Iron reduced 
from the oxide by hydrogen is a grey powder (Berzelius); in this state it 
Biante conduct electricity. (Higgins & Draper, V. Edinb. Phil. J. 14, 
315. 

Atomic weight of Iron=27°187 (Berzelius)=25°68 (Capitaine, Ann. 
Chim. Phys.77, 126.)— According to a more recent determination of Ber- 
zelius (Ann. Pharm. 50, 482), the true atomic weight of iron is 28. The 
errors In previous determinations appear to have arisen from the neglect 
of making due allowance for the impurities contained in the iron. 7 


Compounds of Iron. 
TRon AND OXYGEN. 


1. Iron when in solid masses remains unchanged in the air at ordi- 
nary temperatures; the finely divided iron obtained by decomposing the 
sesquioxide by hydrogen gas at as low a temperature as possible—if 
allowed to cool perfectly in the atmosphere of hydrogen and then exposed 
to the air—instantly takes fire and is converted into sesquioxide. 
(Magnus, Pogg. 3, 81; 6, 509; comp. I]. 27; and Stromeyer, Pogg. 6, 
471i.) Iron reduced by hydrogen ata red heat, does not take fire till 
heated nearly to redness. hi] 

2. Coherent iron heated to redness in the air oxidizes without visible 
combustion, and forms ferroso-ferric oxide: Scale-oxide of Iron, Smithy- 
scales—which, by prolonged ignition, is converted into ferric oxide (ses- 
quioxide). The successive shades of yellow, red, blue, and lastly grey, 
with which polished iron becomes covered during the operation of tem- 
pering, are due to the very thin films of ferroso-ferric oxide, which 
transmit light more or less, producing the tints of Newton’s coloured 
rings. 

2. Tron heated to whiteness in the air or in oxygen gas burns with 
vivid sparkling, and forms ferroso-ferric oxide; in common air, the com- 
-bustion soon ceases; but in oxygen gas it continues, if the piece of iron be 
thin (comp. II. 34); and the high temperature thereby produced, causes 
the volatilization of part of the iron, which is then converted into sesqui- 
oxide. A bar of iron heated till it emits sparks (2. e. tothe welding 
point) will burn even in the air, if the blast of the bellows be strongly 
directed upon it, or if it be swung rapidly round. (Addams, PAil. Mag. J. 
11, 407, and 446; also J. pr. Chem. 12, 317; Boerley, Stratingh, V. Br. 
Arch, 22, 805; Darcet, Pogg. 31, 496.) In the collision of flint and 
steel, fine particles of steel are detached by rubbing on the stone, and 

. brought to such a temperature that they take fire in the air, and impart 
_ their combustion to tinder.. Hence, according to H. Davy (@ilb. 17, 446), 
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a flint and steel in vacuo gives but very faint sparks, proceeding from 
ignited particles of stone; and, according to the same authority, iron in 
very fine particles takes fire much below a red heat. | 
4. Tron when covered with a thin layer of water and exposed to the 
air, is converted into hydrated sesquioxide, by taking up the oxygen 
which the water absorbs from the air, and combining as oxide with a 
portion of the water. In this reaction, there is likewise produced a portion 
of ammonia, which partly escapes and partly remains in combination 
with the hydrated ferric oxide;—the formation of the ammonia is due to 
the decomposition of a portion of the water, and to the combination of its 
hydrogen with the nitrogen of the air which has been absorbed by the 
water. (II. 418, 419.) If the iron be covered by a deeper stratum of 
water in a vessel exposed to the air, so that the transference of the oxygen 
of the air through the water to the iron may take place more slowly, a 
formation of black hydrated ferroso-ferric oxide takes place, because 
hydrated ferric oxide, as it slowly forms, induces the iron to decompose 
the water, and form ferrous oxide, with which the ferric oxide then unites. 
(Wohler.)—Iron remains unaltered in damp air, provided no water is 
deposited upon it—as, for example, under a bell-jar, closed at bottom with 
a water-joint, and having a piece of tarnished lead likewise placed under 
it, the water being then deposited exclusively upon the lead. But if 
there are cracks in the iron, and these cracks are filled with scale-oxide, 
water becomes deposited upon this oxide, and rusting then takes place. 
Iron also rusts quickly in damp air containing small] quantities of sulphu- 
retted hydrogen (which first forms sulphide of iron and then ferrous 
sulphate), chlorine, hydrochloric acid, and acetic acid; but carbonic acid 
and ammonia have no influence. (Bonsdorff, Pogg. 42, 332.)—Iron does not 
rust in the air under water containing small quantities of alkaline sub- 
stances. When immersed in aqueous ammonia, potash, or soda, it remains 
bright for months. If water at 22° be saturated with hydrate of potash, 
one measure of this solution is sufficient to impart this preservative power 
to 2000 measures of water; but if the mixture contains from 4000 to 
5000 measures of water, iron rusts when immersed in it; it likewise rusts 
in a mixture containing from 1000 to 2000 measures of water, if the 
liquid be completely saturated with carbonic acid. One measure of a 
saturated solution of carbonate of soda may be diluted with 54-measures 
of water without causing iron to rust; but if the quantity of water be 
increased to 59 measures, iron rusts when immersed in it. One measure 
of a saturated solution of borax may be diluted with 6 measures of water, 
and one measure of lime-water with three measures of water, without 
losing its preserving power; but if the proportion of water be increased 
in either case, rusting ensues. The preserving influence of alkalis does 
not, in all probability, arise from their power of withdrawing carbonic 
acid from the water; for iron rusts even under thoroughly boiled water, 
in contact with air free from carbonic acid ; it is true that the mixture of 
aerated water with potash has the effect of expelling the air; but if the 
water is in great excess, the expulsion is very imperfect: moreover, car- 
bonate of soda drives out but a small quantity of air, and borax nune; 
and yet these substances prevent oxidation. (Payen, dnn. Chim. Phys. 
50, 805.) —Wetzlar (Schw. 49, 484) showed, long before Payen, that iron — 
does not rust in aqueous solution of potash or ammonia, even though the 
solution may be diluted, and that in saturated solutions of sulphate or 
nitrate of potash, it oxidates more slowly than in pure water, inasmuch 
as, according to his observations, these liquids contain less air in solution. | 
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Hall (W. Quart. J. of Sc. 8, 262; also Pogg. 14, 145) likewise found that 
iron does not rust under water into which lime or magnesia has been 
thrown, or even in a mixture of 1 part of lime-water with 4 parts of 
water.—Iron rusts more slowly in proportion as its surface is smoother; 
the rust is formed most abundantly in cracks. The purest iron rusts the 
most quickly; hard wrought iron, richer in carbon, rusts more slowly; . 


then follows soft steel, then hard steel, then soft cast-iron, and lastly hard - » 


cast-iron. The presence of sulphur in iron accelerates the rusting; phos- 
phorus appears to retard it. Beneath the floceulent hydrated sesqui- 
oxide, there is formed a thin black crust [of ferroso-ferric oxide? | which 
adheres firmly to the iron. Contact with zine protects the iron from rust- 
ing only so long as the zine does not itself become covered with a film of 
oxide. Tin in contact with iron accelerates the rusting. (Mor. Meyer, 
J. techn. Chem. 10, 833.)—A water-conduit consisting of cast-iron pipes 
became stopped up in the course of a few years by the formation of 
tuberculous masses of hydrated ferric oxide. According to Payen, grey 
cast-iron oxidates more readily than white, and even than bar-iron; in 
iron pipes, grey and white cast-iron are mixed: now, if the water contains 
too little alkali to protect the iron completely, the parts consisting of 
grey iron become oxidated and produce the formations of rust. When 
cast-iron of this description is exposed to the action of a mixture of 75 
measures of aerated water, and one measure of a saturated solution of 
common salt and carbonate of soda, oxidation begins in a minute, and 
there is formed,—first, whitish hydrated ferrous oxide and hydrated 
ferroso-ferric oxide, which at some distance from the iron, are converted 
into hydrated ferric oxide,—and afterwards carbonate and silicate of 
ferrous oxide, the latter being produced by the oxidation of silicide of | 
iron. In water containing nothing but common salt, protochloride of 
iron is likewise formed. In water containing 0-2 per cent. of soda- 
hydrate and 0°6 of common salt, the oxidation is confined within smaller 
spaces around the points at which it originates, and spreads in vermicular 
forms. At the oxidized points, the iron becomes richer in graphite, and 
at the same time blacker and softer. (Payen, Ann. Chim. Phys. 63, 405.) 
Since this rapid rusting seldom takes place in cast-iron water-pipes, it is 
probable that a peculiar composition of the cast-iron is necessary to its 
occurrence. (Gm.) mae ms 

5. Red-hot iron in contact with aquéous vapour liberates hydrogen, 
and is converted into ferroso-ferric oxide FeO,FeO%, in small octohedrons. 
(Gay-Lussac, Despretz, Ann. Chim. Phys. 62, 346.) According to 
Haldat (Ann.Chim. Phys. 46, 70), rhombohedrons of ferric oxide are 
formed, similar to those of specular iron; but they were not analyzed.— 
According to Stromeyer (Pogg. 9, 475), the iron takes up variable quan- 
tities of oxygen, the amount being greater as the temperature is higher 
and the action of the aqueous vapour more prolonged. According to 
Bucholz, ferrous oxide is produced. | 

6. At ordinary temperatures, and out of contact of air, iron does not 
decompose thoroughly boiled water, unless it is in contact with more 
electro-negative bodies, as with previously formed ferric oxide, mercury, 
&e.: in this case, and likewise when the liquid is heated to 50° or 60°, a 
feeble evolution of hydrogen takes place, and ferroso-ferric oxide appears , 
to be formed. (Hall, Quart. J. of Se. T. 55; Guibourt, dam Chim. Phys. 
11, 43; also J. Pharm. 4, 241.) ~ . 
- . 7. In presence of acids which do not themselves give up oxygen, iron 
quickly decomposes water, and is converted, with evolution of hydrogen, 
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into ferrous oxide, which combines With the acid. The évolution of 
hydrogen takes placé even in aqueous carbonic acid; but it ceases on the 


addition of lime. _ 

8. By heated oil of vitriol, by nitrie acid, hypochlorous acid, and 
other acids, which retain their oxygen less forcibly—also by hiypochlo- 
rites, and, at a red heat, by nitrates, chloratés, nitrous gas, &¢., iron is 
converted, at the expense of the acid, into ferric oxide. When iron — 
filings are gently heated with fuming nitric acid, explosion takes place. 


[For the behaviour of iron with anhydrous sulphuric acid ata red heat, 


see IT. 178.) eS . 


A. Sub-owide of Iron? 


When iron is burnt. in the flame of the oxy-hydrogen blowpipe, the - 
produet of the combustion is not scale-oxide of iron, as when the metal is 
burnt in oxygen gas, but a fused and somewhat malleable mass, which 
dissolves in hydrochloric acid with evolution of hydrogen, forming a solu- 
tion of ferrous hydrochlorate, and invariably contains 6°79 per cent. of 
oxygen \ it is therefore Fe’O or Fe’,FeQ. (Marchand, J. pr. Chem. 
18, 184. . ; 3 


B, Ferrovs-oxipE. FeO. 
Protowide of Tron, Eisenoxydul, Oxyde-ferreux, 


Formed in the solution of iron in such aqueous acids as do not easily 


give up their oxygen. 


_ Not known in the separate state. 


reg . Berzelius. 
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FeO a. 35 ....100°000 .... 100. 100°0 .... 100 .... 100-00 .... 100°00..... 100-00 
(FeO = 339°21 + 100 = 439°21.» Berzelius.) 


Combinations. a. With Water.—Hyprater or Ferrous OxipeE or 
Ferrous Hypratr.— Thénard’s statement that this substance is a 
peculiar white oxide of a lower degree of oxidation, has been disproved by 
Proust, Bucholz, and more especially by Berzelius. (Schw. 22, .334.)— 


The hydrate is precipitated on mixing a solution of a ferrous salt, per- ~ _ 
fectly free from ferric oxide, with solution of potash perfectly freed from 
‘air by boiling, the precipitation being performed in a vessel from which 
‘the air is excluded. The white flakes which fall must be carefully pre- . 


served from contact of air during washing and drying. _The vessel in 
which the precipitation by potash is performed must be immediately 
filled up with thoroughly boiled water and then closed. As soon as the 
precipitate has settled down, the liquid is decanted with a siphon, leaving 
only a thin layer above the precipitate; the vessel again filled with boil- 
ing water poured in very slowly so as not to disturb the precipitate; and 
afterwards shaken and closed. This purification by alternate subsidence 


_ and decantation must be performed as quickly as possible, because ferrous 


oxide decomposes water by continued contact, and is converted into 
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ferroso-ferric oxide. The light green precipitate is then introduced as 
quickly as possible into a tubulated retort, having its neck fitted with a 
stop-cock from which proceeds a tube 28 inches long, bent downwards, 
and dipping into mercury; ether is poured upon it; the tubulature closed, 
heat applied till the ether vapour, together with the air of the retort, has 
all escaped through the mercury; and the retort afterwards kept warm 
and the tube cool—so that the water: may distil off and condense in the 
tube—till the precipitate is quite dry. The stopcock is then closed, and 
the whole left to cool; after which the retort is filled with hydrogen gas, 
and its contents emptied as quickly as possible, under a bell-jar filled 
with hydrogen gas, into small, wide-mouthed, well-stopped bottles. Ifa 
ferrous salt be precipitated by excess of ammonia instead of potash, the 
precipitate, after long standing, gives off hydrogen gas, becomes gradually 
darker in colour, and when dried in the manner above described, is con- 
verted into black ferroso-ferric oxide containing ammonia. (G. Schmidt, 
Ann. Pharm. 36, 101.) 

Dried ferrous hydrate is a brittle, easily friable mass, of a fine 
green colour. (G. Schmidt.) The green colour is probably due to. 
incipient oxidation. It is not magnetic. (Wéhler & Liebig.) On 
exposure to the air, it is instantly converted into ferric oxide, the change 
being attended with an evolution of heat which often rises to redness. It 
absorbs carbonic acid gas with violence, becoming at the same time hot 
and black, and dissolves in aqueous acids with great development of heat. 
(G. Schmidt.) When the liquid in which the white flakes of hydrated 
ferrous oxide have been precipitated is heated to ebullition, they turn 
black, in consequence (according to Wohler & Liebig) of the formation of 
hydrated ferroso-ferric oxide by the action of the air. The protoxide, if 
exposed to the air while still moist, quickly changes to dingy green 
hydrate of ferroso-ferric oxide, and afterwards to yellowish-brown hydrate 
of ferric oxide. 


b. With Acids, forming the Satrs or Frrrovus-oxipg, or FERROUS 
Sauts. Proto-salts of Iron.—The affinity of ferrous oxide for acids is con- 
siderable. Ferrous salts are, for the most part, white when anhydrous, and 
pale greenish-blue in the hydrated state. The soluble salts have at first a 
sweetish, and afterwards an inky taste. They give off their acid on ignition 
if the acid is volatile. The residue obtained by igniting a ferrous salt out 
-of contact of air, consists of ferric oxide, if the acid—such as sulphuric 
or nitric acid—gives up its oxygen readily; of ferroso-ferric oxide, if the 
acid, e. g., carbonic acid, retains its oxygen more forcibly; and of metallic | 
iron if the acid is organic. Before the blowpipe, with-carbonate of soda, 
borax and microcosmie salt, ferrous salts exhibit the reactions of ferric 
oxide. They extract oxygen from the air and from various oxidized 
compounds—viz., from water in presence of chlorine, from hypochlorous 
acid, from nitric acid, and from the oxides of silver, gold, and palladium 
dissolved iu acids—and' are thereby converted into ferric salts. If no 
excess of acid is present to hold in solution the whole of the ferric oxide 
thus produced, part of it is precipitated in the form of a yellowish-brown 
basic salt. When nitric acid is the oxidizing agent, so long as any 

portion of ferrous salt remains unconverted into ferric salt, the nitric 
oxide separated from the nitric acid does not escape from the liquid, but is 
absorbed by the excess of ferrous salt and forms a dark greenish-brown 
solution. A concentrated solution of sulphate or hydrochlorate of ferrous 
oxide placed in the circuit of a hundred-pair voltaic battery, deposits 
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metallic iron in small granules on the negative platinum wire. If the 
positive wire is dipped into a solution of common salt separated from the 


iron-solution by moist clay, the iron is obtained in glittering crystals 


which exhibit magnetic polarity. (Becquerel.) Zinc immersed in a 
perfectly neutral solution of ferrous sulphate or hydrochlorate contained 
in a stoppered bottle, throws down metallic iron (together with oxide) 
which is deposited partly on the zinc, partly on the contiguous side of 
the glass. (Fischer, Pogg. 9, 266.) If plates of zinc and copper soldered 
together are immersed in the perfectly neutral hydrochlorate solution, the 
iron is deposited on the copper in the form of a bluish-white, metallic, 
very friable mass, which, when gently ignited in hydrogen gas, becomes 
very tough. (Capitaine, V. Ann. Chim. Phys. 2, 126.) Anthon (Repert. 
77, 121) obtaimed with zinc, not metallic iron, but light green flakes of 
ferroso-ferric oxide which gradually acquired a darker colour. [ Was the 
air perfectly excluded ?]|—Hydrosulphuric acid precipitates only those- 
ferrous salts which contain a weaker acid; e.g., the aqueous acid car- 
bonate, and the neutral oxalate, tartrate, and acetate, the precipitation in 
the three last-mentioned salts, going on only till a moderate portion of 
acid is set free (Gay-Lussac); the same re-agent precipitates the benzoate 
of ferrous oxide, and even, to a slight extent, the sulphate and hydro- 
chlorate, if the acids are completely saturated with base. (Grischow, 
Schw. 27, 185.) The same result was obtained by Wackenroder 
(WV. Br. Arch. 16, 118), who states that hydrosulphuric acid throws down 
a large quantity of iron from acetate of ferrous oxide, or from the sulphate 
or hydrochlorate mixed with acetate of potash; but not the whole of it, 
even when the acetate of soda is in excess. The black precipitate is 
hydrated protosulphide of iron, which acquires a znsty. brown colour by 
exposure to the air. It dissolves readily in hydrochloric or sulphuric 
acid, and likewise in a large quantity of acetic acid, provided it does not 
contain excess of sulphur. (Wackenroder.) The corresponding precipi- 
tates of cobalt and nickel oxidate much more slowly by exposure to the 
air.—The same precipitate, but containing the whole of the iron, is pro- 
duced in all ferrous salts on the addition of an alkaline hydrosulphate; | 
and it is not soluble in an excess of the re-agent. Hydrosulphate of 
ammonia dissolves a mere trace of it, but gives it up again on exposure 
to the air, or on the addition of hydrosulphite of ammonia. (Wacken- 
roder.) A very dilute iron-solution to which hydrosulphate of ammonia 
is added, assumes a green colour, from the presence of iron in a state of 
suspension.—Fixed caustic alkalis completely precipitate the iron in the 
form of a white hydrate, which, by exposure to the air, acquires a dingy 
green and afterwards a red-brown colour.—Ammonia throws down part 
of the iron in the form of hydrate, the rest remaining dissolved in the 
liquid, which, when exposed to the air, becomes covered first with a green 
and afterwards with a brown film. If the ferrous salt is previously 
mixed with sal-ammoniac, ammonia yields no precipitate, but forms a 
pale green mixture which exhibits similar appearances on exposure to 
the air.—Monocarbonate of potash or soda and sesquicarbonate of am- 
monia throw down white carbonate of ferrous oxide, which soon acquires 
a green and afterwards a brown colour by exposure to the air—and if 
sal-ammoniae be added, dissolves in the liquid, which then exhibits a 
green and subsequently a brown turbidity on exposure to the air. Bicar- 
bonate of potash or soda forms the same precipitate, with evolution of 
carbonic acid; but if the solutions are dilute, a clear mixture is formed, 
which deposits ferrous carbonate on boiling, and on exposure to the air, 
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yields a precipitate of hydrated ferroso-ferric oxide.—Carbonate of lime 
does not precipitate ferrous salts. (Fuchs.)—Phosphate of soda precipi- 
tates (up to a thousand-fold dilution: Pfag’) white phosphate of ferrous 
oxide, which acquires a bluish-green colour by exposure to the air. 
Arseniate of soda precipitates (up to a thousand-fold dilution: Pfaf’) 
white arseniate of ferrous oxide, which becomes dingy-green on exposure 
to the air.—Oxalic acid and acid oxalate of potash communicate a yellow 
colour to ferrous salts, and, after a while, throw down yellow oxalate of 
ferrous oxide, the precipitation being immediate when an alkaline oxalate 
is used.—Ferrocyanide of potassium forms a precipitate which is white, if 
the] solution has been perfectly freed from air by boiling and the iron- 
salt is absolutely free from ferric oxide, but otherwise bluish-white: by 
exposure to the air, this precipitate is converted into Prussian-blue. 
Ferricyanide of potassium gives a precipitate of Prussian-blue even in 
very dilute solutions.—Tincture of galls neither colours nor precipitates 
ferrous salts, when they are quite free from ferric oxide; but the mixture 
acquires a violet-black colour on exposure to the air. According to 
Pfaff, tincture of galls gives a purple colour and precipitate with aqueous 
acid carbonate of ferrous oxide. 

Those ferrous salts which are insoluble in water, dissolye in aqueous 
hydrochloric acid. Both the aqueous and the hydrochloric acid solutions 
absorb large quantities of nitrous gas, thereby acquiring a dark brown 
colour, (Vid, Sulphate and Hydrochlorate of Ferrous-oxide.) 


C. FERRoso-FERRIC OXIDE. 


Hisenoxydoxydul, Deutoxyde de Fer —The name Ferroso-ferric oxide 
is applied to oxides of iron which contain more oxygen than the protoxide 
and less than the sesquioxide, and may be regarded as compounds of the 
protoxide and sesquioxide in various proportions. 

a. Scale-oxide.6FeO, Fe?O*. When iron is heated to redness in 
the air, two layers of scale-oxide are formed, which may easily be sepa- 
rated. The inner layer, 6FeO, Fe*0*, is blackish-grey, porous, brittle, 
and attracted by the magnet. The outer layer contains a larger quantity 
of ferric oxide, but in variable proportion; it is of a reddish iron-black 
colour, dense, brittle, yields a black powder, and is more strongly 
attracted by the magnet than the inner layer. The amount of ferric 
oxide in the outer layer is between 32 and 37 per cent., and on the very 
surface it is as much as 52°8 per cent. (Mosander, Pogg. 6, 35; also 
Schw. 47, 81.) Specific gravity of the scale-oxide=5°48. (P. Boullay.) 
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Berthier (dunn. Chim. Phys. 27, 19; also Schw. 48, 319) regards the 
scale-oxide as 4FeO, Fe*?0*; Mosander attributes the greater amount of 
ferric oxide found by Berthier to the fact of Berthier having analyzed the 
inner and outer layers together. : 

b. Magnetic Oxide. FeO, Fe’?O*.—Found native; likewise in many 
meteorites.—/ormation. 1. In the rapid combustion of iron, either in 
oxygen gas or in the air. (Mitscherlich, Pogg. 15, 632.)—2, By igniting 


eee 


iron (or the scale-oxide: Regnault) in an atmosphere of hydrogen gas, 
(Gay-Lussac, Despretz.) The iron plates which are laid beneath the 
hearths of iron-smelting furnaces and are exposed to a red heat, are, in 


the course of 6 or 10 years, completely converted by the moisture of the 


soil into magnetic oxide, partly crystalline, partly amorphous and attracted 


by the magnet (but not itself magnetic). The same compound is formed 
on the under side of the refining hearths, where the iron comes in contact 
with aqueous vapour. (Koch, Ueber Krystall. Huttenproducte, s, 17.)— 
By fusing protochloride of iron at a low red heat with dry carbonate of 
soda and extracting the chloride of sodium with water, the magnetic 
oxide is obtained in the form of a black heavy powder. (Liebig & Wohler, 
Pogg. 21, 582.) [Is the higher oxidation of the iron in this process due 
to the oxygen of the air or to the carbonic acid of the carbonate of 
soda ! 

The native oxide crystallizes in forms belonging to the regular system; 
Fig. 2, 8, 5, 6,&c. Cleavage indistinct, parallel to 0. Harder than fluor- 
spar; sp. gr. 5°094. Fracture conchoidal. Colour iron-black; yields a 
black powder. Fuses more readily than iron; with difficulty before the 
blowpipe. Attracted by the magnet and often itself magnetic. The 
oxide prepared by (2) has a specific gravity of 5°40. Crystallizes in the 
forms represented in figures 1, 4, and 8. (Koch.) 
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(Fe8O4 = 3 . 339°21+400 = 1417°63. Berzelius.) 


The analysis of the magnetic oxide from Schwarzenstein corresponds to 
the formula 3FeO,4Fe*O0*, probably because the ore contains specular 
iron mixed with it. (Von Kobell, Schw. 62, 195; 64, 429; J. pr. Chem. 
1, 86.) [For Karsten’s analyses of various kinds of magnetic iron-ore 
vid. Karsten’s Arch. f. Bergh. u. Hiittenk. 16, 17.|—On the hearths of 
puddling furnaces there is formed a mixture of ferrous silicate and 
magnetic oxide; the latter is found erystallized in geodes of regular 
tetrahedrons, truncated octohedrons, and rhomboidal dodecahedrons ; 
these crystals dissolve in hydrochloric acid, with separation of gelatinous 
silica, and contain 35 per cent. of ferrous oxide, 58 p. c. of ferric oxide, 
and 7 of silica. (Laurent & Holms, Ann. Chim. Phys. 60, 330; also 
J. pr. Chem. 7, 839.) Probably a mixture of 3(FeO,Fe?0*) and FeO,Si0%, 

Decompositions of Ferroso-ferric Oxide.—Reduced to the metallic state 
by charcoal at a white heat. Pounded scale-oxide ignited in a charcoal 


crucible is converted on the outside into soft pulverulent metallic iron of — 


a blackish-blue colour; further inwards is found olive-green iron which ig 


very pure, and free from carbon and oxygen; and finally in the middle 


there is formed a mixture of olive-green iron and undecomposed scale- 


‘oxide; no free protoxide is found in any part of the mixture.—2, To 
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the metallic state by hydrogen gas at all temperatures between 400° and 
the strongest heat of the wind-furnace; generally, at the same temperature 
as water, on the other hand, is decomposed by metallic iron. (Gay-Lussac; — 
comp. I. 125.)—Ammoniacal gas likewise reduces the iron at a red-heat. 
—Ferrum pulveratum might perhaps be best prepared by reducing 
scale-oxide with hydrogen gas in an iron tube.—3. Carbonic oxide gas 


acts like hydrogen; it reduces red-hot ferroso-ferric oxide to the metallic 


state, with formation of carbonic acid, and, on the other hand, carbonic 
acid is reduced by iron to the state of carbonic oxide, with formation of 
ferroso-ferric oxide. (Despretz, dnn. Chim. Phys. 43, 222; also Pogg. 
18, 159; Gobel, J. pr. Chem. 6, 886; Leplay & Laurent, Ann. Chim. Phys. 
65, 404.)—Carbonic acid gas mixed with an equal volume of carbonic 
oxide likewise converts red-hot iron into ferroso-ferric oxide. (Laurent, 
Ann, Chim. Phys. 65, 423.)—4. Potassium and sodium at about. 300° 
likewise reduce ferroso-ferric oxide to the metallic state, the reduction 
being attended with a slight evolution of light and heat.—5. By ignition 
with sulphur, this oxide yields sulphurous acid and sulphide of iron.— 
6. When finely pulverized and treated with a quantity of dilute hydro- 
chloric acid, less than sufficient to dissolve it completely, it is resolved 
into ferrous oxide which dissolves, and red ferric oxide which remains 
undissolved. (Berzelius, Schw. 15, 291.) 


Combinations.—a. With Water.—HypraTE oF FERROSO-FERRIC 
OxipE.—a. Dingy-green Hydrate.—By ‘exposing the white hydrate of 
ferrous oxide to the air for a short time,—or.by precipitating a mixture 
of a ferrous salt and a small quantity of ferric salt with potash or 
ammonia—a dingy green hydrate of ferroso-ferric oxide is obtained, 


~ which, on further exposure to the air, is quickly converted into rusty 


brown hydrate of ferric oxide. 

_ ~. Black Hydrate.—Precipitated from a solution of magnetic oxide in 
hydrochloric acid, or from a mixture of ferrous and ferric salts containing 
1 At. FeO to 1 At. Fe?O0°, on the addition of potash or ammonia. The 
yellow solution of magnetic oxide in hydrochloric acid yields with 
ammonia a brownish-black precipitate which is magnetic even while in 
the liquid, so that it collects round a magnet dipped into that liquid. 
It may be washed on the filter without becoming more highly oxidized. 
(Liebig & Wohler, Pogg. 21, 583; also Mag. Pharm. 34, 138.)—2. The 
same precipitate is obtained by mixing sulphate of ferric oxide and 
ammonia with sulphate of ferrous oxide, in such proportion that the ferric 
oxide present in the mixture may contain three times as much oxygen as 
the ferrous oxide, and precipitating with ammonia. If the quantity of 
ferrous sulphate is greater than the above, the precipitate will contain an 
excess of hydrated ferrous oxide, which will oxidate more quickly; if, 
on the contrary, the ferric salt is in excess, the precipitate will contain 


- free hydrated ferric oxide, from which the hydrated ferroso-ferric oxide 


may be separated by the magnet. (Abich, Pogg. 28, 354.)—3. Two 
equal portions of ferrous sulphate are taken; the first is dissolved in 
water acidulated with sulphuric acid, and oxidated at a boiling heat by 
the addition of nitric acid in small portions ata time. The other portion 
is dissolved in water freed from air by boiling. The two solutions are 
then mixed; the mixture, while still hot, precipitated by ammonia added 
at once in excess; and the liquid, together with the brown-black preci- 
pitate, heated for some minutes to the boiling point. The precipitated 
ferroso-ferric oxide is then collected on a filter and washed—durmg 
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which process it undergoes further oxidation—and then dried at a gentle 

heat. {Wohler, Ann. Pharm. 22, 56.) [This process should yield 

2FeO,Fe*0*; but even if a greater quantity of ferric oxide is not produced 
by the nitric acid still remaining, or by contact with the air, the propor- 
tion of that oxide is sure to be increased by decomposition of water. |— 

Mercer (Phil. Mag. J. 20, 340) adopts the same process, excepting that 

he boils the liquid down so as to expel any accidental excess of nitric 

acid and precipitates by potash at a boiling heat instead of by ammonia. 

The precipitate when examined by the microscope appears to consist of 

brown transparent laminw.—4. Béttger (Beitrage, 2, 12) precipitates 

ferrous sulphate free from ferric oxide by the addition of carbonate of 
soda; washes the precipitate several times by decantation; and then boils 

it with tolerably concentrated caustic potash. This process yields a 

velvet-black powder, much less liable to absorb an additional quantity of 

oxygen than that which has been precipitated by ammonia. [No hydrogen 
is evolved on boiling the precipitate with potash out of contact of air, 
and the precipitate remains greyish-white. Gm.|—5. Noel (WV. J. Pharm. 

1, 62) precipitates ferrous sulphate with carbonate of soda, washes the 

ferrous carbonate by decantation, leaves it to drain upon linen, and then 

heats it in a cast-iron vesesl, with constant stirring, till it is dry. It is 
thereby converted into a velvet-black powder. Soubeiran obtained by 
this process a precipitate which was not perfectly black, and when 
treated with hydrochloric acid, evolved carbonic acid.—6. Preuss intro- 
duces 4 parts of pulverized iron and 5 parts of ferric oxide into a flask, 
together with a two or threefold quantity of water, and boils the liquid 
gently for some time. The mixture gives off fetid hydrogen gas and 
turns dark brown at first, but afterwards black. When the evolution of 
gas ceases and the resulting black powder settles down readily, it is 
separated by levigation from the excess of iron; thrown on a filter of 
grey porous paper; and the filter, after the water has drained off, is 
wrapped up in a large quantity of paper, and quickly dried in hot air.— 

The black, very loose powder dissolves in acids without evolution of gas, 

and the solution yields a black precipitate on the addition of an alkali. 

The precipitate must not be dried by heat, because in that case it would 

turn brown from higher oxidation. In the formation of ferroso-ferric 

oxide by this process, the ferric oxidé does not give up oxygen to the 
iron, but induces the decomposition of the water, by its predisposing 
affinity for ferrous oxide. Zinc is not oxidated by boiling with water 
and hydrated ferric oxide; the hydrates of alumina and chromic oxide 
exhibit a similar disinclination to oxidate iron. (Wohler, Ann. Pharm. 

~ 28, 92. . 

( the black hydrate of ferroso-ferric oxide exhibits, after drying, the 
appearance of browneblack, brittle, strongly magnetic lumps, having a 
conchoidal fracture and yielding a dark brown powder. It contains 
about 7 per cent. of water, which it gives off when heated in a retort, 
leaving black anhydrous ferroso-ferric oxide. When heated in the air it 
is converted into ferric oxide.’ From its yellow solution in hydrochloric 
acid, it is precipitated unchanged by ammog ohler.) ve 

Iron-black or Aithiops martialis Leéenge is a mixture of ferric and 

wh ogieles in different proportions, Mecording to the mode of prepara- 


n, and partly hydrated. 
Anhydrous Aithiops is obtained. 
passing aqueous vapour over red=ho : 


hotgron, or sprinkling red-hot iron 
filings or nails repeatedly with -water,\ till,they become friable. This 
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method yields Fe0,Fe?0*,—2. An intimate mixture of pulverized ‘iron 


and ferric oxide is tightly pressed into a crucible, the cover put on, 
and the whole exposed for two hours to an intense heat. To obtain 


FeO,Fe*0* by this process, the proportions required are 27 pts. (1 At.) | 


iron, 312 pts. (4 At.) Fe*O*, Vauquelin and Bucholz, with the view of 
obtaining pure ferrous oxide, prescribe 95 parts (rather more than 1 At.) 
of ferric oxide to 27 pts. (1 At.) of iron; in that case, the products must 


contain metallic iron.—8. Hydrated ferrie oxide is mixed with a sufficient — 


quantity of olive oil to form it into a moist powder, and then ignited in a 
covered crucible or in a retort. The anhydrous oxide may likewise be 
used instead of the hydrate, and wax or vinegar instead of oil: vinegar 
if used must be added in large quantity, the mixture subsequently 
distilled, and the residue heated to redness. ‘The charcoal which remains 
on igniting these substances, serves for the partial reduction of the ferric 
oxide. Ifthe quantity of organic matter is too small, part of the ferric 
oxide remains unaltered; if it is too great, an excess of charcoal is pro- 
duced, and part of the ferroso-ferric oxide is thereby reduced -to the 
metallic state. 7 

Hydrated dthiops.—\. Iron-filmgs are placed in a wide vessel and 
covered with a deep stratum of water; the whole is exposed to the air for 
a considerable time and frequently stirred; and the lighter black powder 
which forms, decanted from time to time from the remaining iron filings, 
then quickly collected on a filter, and rapidly dried at a moderate heat. 
(Lemery.) If the filings are moistened, with only a small quantity of 


water, and the mixture agitated, the oxidation goes on much more rapidly 


and is attended with evolution of heat, so that it becomes necessary to. 
replace the water as it evaporates; after five days the ethiops may 


be removed by levigation. (Cavezzali.). This preparation is doubtless - 


identical with the black hydrate of ferroso-ferric oxide already described 
. (p.192), and the much more expeditious modes of forming it, recommended 
_ by Preuss and Wohler, are to be preferred. 


6, With Acids, forming the Satrs, or Ferroso-rerric Ox1pE, or 
FERROSO-FERRIC SALTS.—These salts are obtained by partial oxidation of 
ferrous salts, or partial de-oxidation of ferric salts, or by mixing ferrous 
salts with ferric salts, or by dissolving ferroso-ferric oxide in acids. 
They are mostly of a bright green, brownish, or yellow colour, and have 
. a ferruginous taste. Like the ferrous salts, they are converted into ferric 
salts by oxidation. Many oxidable substances, on the contrary, such as 


 sulphuretted hydrogen, metals, &c., convert them into ferrous salts by | 


withdrawing a portion of their oxygen. They may be regarded as mere 
mixtures of ferrous with ferric salts, and exhibit many reactions belonging 


to one or the other’of these salts. They are characterized by the green, | 


black, or—if a large quantity of ferric salt is present—the brown-black 
precipitate which they form with alkalis, and the blue with cyanide of 
potassium. They resemble the ferrous salts in giving a blue precipitate 


with ferricyanide of potassium, and the ferric salts in their behaviour with ' 


meconic acid, gallie acid, hydrosulphocyanic acid, and ferrocyanide of 
potassium. : . : 


Re gat lhl oe a a 
i aes 7 ; 2 
$ } 


FUUREGGGRIDE, ta 


_ Preparation. 1. By igniting the metal or ferroso-ferric oxide for a 
considerable time in contact with air: Orocus Martis adstringens.—2. By 
igniting hydrated ferric oxide.—3. By strongly igniting calcined green 
vitriol, or disulphate of ferric oxide : Colcothar, Caput mortuum Vitrioli. 
ect. By oxidating iron with nitric acid, then evaporating to dryness and 
igniting.—-5. By deflagrating 1 part of iron filings with three parts of 
nitre, and extracting the potash with water: Crocus Martis Zwelfert. 
Properties. The primary form of specular iron is an acute rhombo- 
hedron, Fig. 151; also Figs. 158, 155, 156, 157; 73:7°=87° 9; 7’ :7° or 
7°—92° 5'; somewhat cleavable parallel to vr. (Hauy.) Sp. gr. 5:251 
(Mohs); 5:19...52°3 (G. Rose). Softer than quartz; steel-grey, yielding 
a brown-red powder. In thin lamina, as it occurs in micaceous iron-ore, 
it transmits. light of a red colour. Red hematite is generally of fibrous 
texture, less hard, of brown-red colour, and mostly has a density of 4°7. 
—NMartite, although it.consists of pure ferric oxide, crystallizes in regular 
octohedrons, probably therefore exhibiting a case of dimorphism. (Kobell, 
Schw. 62, 196.)—Artificial ferric oxide, obtained by strong ignition of the 
sulphate or nitrate, is steel-grey and metallic; sometimes, when it is 
produced by heating the sesquichloride of iron in vessels containing air, 
it forms a sublimate consisting of lamine, identical with those of mica- 
ceous iron-glance (ig. 153, with the p faces enlarged); and appears red 
by transmitted light. The same lamine are formed in pottery-furnaces in 
which the ware is glazed with common salt. (Mitscherlich, Pogg. 15,630.) 
‘| The specific gravity of artificial ferric oxide ignited over’a spirit lamp, 
is 5°17; after ignition over a charcoal fire, 5-04.. In the pottery-furnace, 
it melts, but is at the same time partly converted into ferrous oxide. 
(H. Rose, Pogg. 74, 440.) -T - 
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(Fe’O% = 2 . 339°21 + 300 = 978°42. Berzelius.) 


Decompositions. 1. By gentle ignition with charcoal, it is reduced to 
ferroso-ferric oxide; by. stronger ignition, to the metallic state.—Ferric 
oxide, heated to whiteness in a charcoal crucible, yields metallic iron at 

. the part which is in contact with the charcoal lining, but not till the 
rest of the oxide, to the very centre, is reduced to the state of ferroso- 
ferric oxide. (Berthier.) This reduction of the part of the oxide not in 
contact with the charcoal, to the state of ferroso-ferric oxide, is due to the 
action of carbonic oxide gas. If two platinum crucibles, the one contain- 
ing a piece of charcoal, the other a piece of iron-glance, be placed at a 
distance from one another in a porcelain tube closed at one end, and the : 
_ whole ignited, carbonic oxide and carbonic acid gases are evolved, and = 
the iron-glance reduced to the metallic state. For the oxygen of the air 
in the tube combines with the charcoal and forms carbonic oxide gas, 
which is converted into carbonic acid by the ferric ‘oxide, and subse- 
‘quently brought back to the state of carbonic oxide by the charcoal, and 
soon. If the tube is filled with nitrogen gas, the reduction is much 
slower; in this case, the small quantities of oxygen and hydrogen in the 
_ charcoal, which are set free in the forms of carbonic oxide and hydrogen 
_ gas, serve to induce the reduction. (Leplay & Laurent, dunn. Chim. Phys, 
“s xe Og 
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65, 403; also J. pr. Chem. 18, 284.) — The peculiar circumstance in 
Berthier’s experiment of the non-production of metallic iron till all the 
ferric oxide had been converted into ferroso-ferric oxide, cannot be ex- 
plained by the penetration of carbonic oxide gas from the carbonaceous 
envelope to the interior; for carbonic oxide could not penetrate the 
ferroso-ferric oxide without reducing it to the metallic state; the reduc- 
tion must therefore be a transposition of atoms, like that which occurs 
in galvanic decompositions, whereby the oxygen of the ferric oxide is 
transferred from the interior towards the carbonaceous envelope. For 
copper, likewise, when surrounded with cupric oxide and ignited, is 
converted, even to a considerable depth, into cuprous oxide, to which 
state the cupric oxide is also reduced,—and this effect takes place with- 
out the co-operation of any gas, (Degen, Ann. Pharm. 29, 261.) — 
Becquerel (Ann. Chim. Phys. 49, 131) likewise supposes a galvanic 
motion of this nature to take place in Berthier’s experiment. 

Since, according to Laurent (Ann. Chim. Phys. 65, 404), carbonic 
oxide gas, mixed with an equal volume of carbonic acid, merely reduces 
ferric oxide to ferroso-ferric oxide, the explanation of Leplay & Laurent 
may still hold good, if we are at liberty to suppose that the diffusion of 
the gases in the pulverulent mas of ferroso-ferric oxide takes place 
quickly enough to transfer the carbonic acid gas produced in the interior 
towards the charcoal envelope, in quantity sufficient to interfere with the 
reducing action of the carbonic oxide which diffuses itself from without 
inwards,—that reducing action, moreover, being in itself but feeble-— 
Ferric oxide ignited with carbonate of soda on charcoal before the blow- 
pipe, sinks, together with the carbonate of soda, into the charcoal, and 
is easily reduced to a metallic powder, which may be separated from the 
charcoal by pounding and levigation. (Berzelius.)—2. A stream of car- 
_ bonic oxide gas reduces ferric oxide heated to redness in a tube, ‘first to 
ferroso-ferric oxide, and afterwards to the metallic state. (Gobell, J. pr. 
Chem. 6, 386; Gm.)—Proust (Scher. g. 10,118; also Guild. 25, 16) and 
Nasse (Schw. 46,73) found ferric oxide reduced to the metallic state in 
a pottery-furnace, doubtless by the action of carbonic oxide gas.—Proust 
also found that ferric oxide was reduced to ferroso-ferric oxide when 
ignited in crucibles (into which the carbonic oxide from the fire could 
penetrate), but not when heated in a coated retort,—3. Hydrogen gas 
acts like carbonic oxide. The reduction begins somewhat above the 
boiling point of mercury. (Magnus.)—Ammoniacal gas likewise reduces 
ferric oxide to the metallic state—4. Ferric oxide ignited with sulphur — 
yields sulphurous acid and sulphide of iron.—lIt is not reduced by a © 
boiling solution of protochloride of tin. (A. Vogel. Kastn. Arch. 23, 85.) 


Combinations. a. With Water. Hypratep Ferric Oxrips, or 
Ferric Hyprate.—Found native in the form of Brown TIron-ore, de. 
Many kinds of brown iron-ore appear to be formed by the deposition of 
hydrated ferric oxide from water containing ferrous carbonate in solution, 
as it issues out of the earth and evaporates in the air. If this water 
gives off its carbonic acid out of contact of air, it deposits monocar- 
bonate of ferrous oxide in the form of Sphwrosiderite. (Bischoff, Schw. 68, 
420.) Much hydrated ferric oxide has likewise been produced by the 
action of the air on ferrous carbonate and sulphide of iron.—Prepara- 
tion. 1. By exposing iron moistened with water to the air for a consi- 
derable time: Jron-rust, Crocus Martis aperitivus.—2. By exposing 
hydrate or carbonate of ferrous oxide, obtained by precipitating green 
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vitriol with a caustic alkali or alkaline carbonate and afterwards washed, 
to the air while yet moist.—3. By precipitating a ferric salt with excess 
of caustic alkali or alkaline carbonate. According to Berzelius, the pre- 
cipitate thereby obtained always contains more or less of the alkali em- 
ployed.—The native hydrate is brown or yellow, crystallized in thin 
tables, capillary, fibrous, compact, conchoidal or ochrey.—Iron-rust and 
the hydrate obtained by (2) are yellowish-brown, friable, earthy masses. 
The hydrate precipitated by ammonia dries up to a compact brown mass 
having a shining, conchoidal fracture.—If any of the looser varieties of 
the hydrate, either natural or artificial, are gently heated (not to redness) 
so as to expel the water, and the remaining oxide is then more strongly 
heated, it becomes incandescent without further loss of weight, and is 
afterwards less soluble in acids. (Berzelius.) 1 

There are several varieties both of the native and of the artificia 
hydrate, differing not only in external appearance, but likewise by the 
quantities of water which they contain. According to the analyses 
hitherto given, the following varieties may be distinguished : 

a. Fe?O*,HO.—To this head belong: a. Needle iron-ore from Ober- 
kirchen. (It is amorphous with Manganite [IV, 203] of specific gravity 
4°32, and contains 10 per cent. of water: Breithaupt.)—b. Gothite (Pyro- 
siderite, Ruby mica) from EKisenfeld in Nassau. — ¢. Lepidokrokite from 
the Hollertenzug in the Westerwald. (In a specimen of this mineral 
from Hamm, Breithaupt found 14°32 per cent. of water, and in one from 
Baden 13°49 per cent.) —d. Brown Iron-ore from Saxony in pseudo- 
erystals of iron-pyrites. According to Kobell. (J. pr. Chem. 1, 181) the 
brown Hematite from Maryland and that from Beresof have a similar 
Pa The same from Orenburg. (The so-called mineral hail- 
stones. 
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B. 2Fe’?0*,3HO.—a. Fibrous Brown Iron-ore or Brown Heematite from 
Vicdessos.—0. The same from Kamensk.—c. The same from Horhausen. 
According to Breithaupt, brown hematite contains on the average 39°59 
per cent. of water, and likewise a small proportion of silica which remains 
as a gelatinous residue when the mineral is dissolved in acids, and appears 
to be an essential constituent of fibrous brown iron-ore.—d. Compact 
Brown tron-ore from Pr. Minden, in pseudo-crystals of iron-pyrites. — 
é. lron-rust, prepared according to (1). | : 
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yy, FeO" 2H0.—a. Violet-brown fibrous brown iron-ore from Raschau; 


sp. gr. 3'34.—b. The hydrate precipitated by ammonia from ferric hydro- 
chlorate and dried at 100°. The loss by ignition may arise from a small 
quantity of ammonia as well as water.—c. The same dried in the sun 
(the composition of this nearly corresponds to the formula Fe*O*,3HO). 
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q According to Schaffner (Ann. Pharm. 51,117), the hydrate obtained 
by precipitating hydrochlorate of ferric oxide with ammonia, contains 
89°74 p. c. ferric oxide and 10°26 water, numbers which agree with the 
formula Fe?0?+HO. The same hydrate is also formed by exposing 
ferrate of potash to the air. According to Wittstein (Buchner’s Hepert. 
43, 367), hydrated ferric oxide, when first precipitated, contains 3 atoms 
of water, Fe?0*,3HO, and in that state is easily soluble in acetic or citric 
acid, and when examined by the microscope presents the appearance of 
an amorphous powder. But after being kept for some time under water, it 
- acquires a crystalline structure, and becomes much less soluble in acids. 
In this state, it is found to contain half as much water as before, being, 
in fact, composed of 2Fe?0*,3HO. VT 


_ 6 With Acids, forming the Sants or Ferric Oxipr, or FErric 
Sauts.—Per-salts of Iron.—The affinity of ferric oxide for acids is much 
less than that of ferrous oxide. Crystallized and ignited ferric oxide 
_ dissolves very slowly in acids; the hydrate dissolves easily. Ferric salts 

are likewise produced by exposing ferrous and ferroso-ferric salts to the 
air, or by heating them with nitric acid, or by bringing them in contact 
with chlorine-water, or with other bodies. containing oxygen; also by 
dissolving iron in nitric acid, or in another acid mixed with nitric acid 
and heated.—The dehydrated salts of ferric oxide containing 3 atoms of 
acid are mostly white; the hydrated and the more basic salts are generally 
brown or brownish-yellow; those which are soluble have an inky taste, 
more astringent than that of the ferrous salts. They give off their acid, 
if it is volatile, at a red heat, and exhibit before the blowpipe all the 
reactions of ferric oxide. One atom of ferric oxide requires 3 atoms of 
acid to form a normal salt, and the salts thus formed -are for the most 
part soluble in water, and when dissolved, redden litmus. Many of these 
solutions, when deprived of part of their acid by an alkali, acquire a 
darker red-brown colour, and if subsequently boiled, deposit hydrated 
ferric oxide or a basic salt. (Herschel, Pogg. 25, 628.) The ferric oxide 


is precipitated in greater quantity as the solution is more dilute. ~ If, for — 


example, ammonia be added to a dilute solution of a ferric salt, till the 
liquid is perfectly neutral, ferric oxide is deposited on the application of 
heat; and if the liquid be again neutralized after cooling, it will yield a 
fresh precipitate of ferric oxide when heated—and so on, till all the oxide 
is precipitated. The complete precipitation of the ferric oxide may be at 
once effected by heating the iron solution to the boiling point, and mixing 
it with dilute ammonia till it no longer reddens litmus, or till it acquires 
a very slight alkaline reaction; under these circumstances, the protoxides 
‘of manganese, nickel, cobalt, and likewise of cerium, are retained in solu- 
tion. (Herschel, Phil. Trans, 1821, 298; also Ann. Chim. Phys. 20, 
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804; abstr. Schw. 82, 452.) The solution may also be neutralized with 
potash, then largely diluted and boiled. A solution of the sulphate is 
best adapted to the purpose, because the basic sulphate of ferric oxide, 
which is at first precipitated, is insoluble in water, whereas the basic 
hydrochlorate is slightly soluble, and the basic nitrate more so. (M. 
Sheerer, Pogg. 49, 306.) Metallic iron immersed in ferric salts protected 
from the air, converts them into ferrous salts: e.g. 


Fe’O*, 380? + Fe = 3(FeO, SO*), 


The same effect is produced by other metals, even by silver at a boiling 
heat, whereas, at ordinary temperatures, a ferrous salt by contact with a 
silver-salt is converted into a ferric salt, and silver is precipitated in the 
metallic state. (I. 1382.)—Phosphorous acid converts ferric into ferrous 
salts, with formation of phosphoric acid, slowly in the cold, immediately 
on the application of heat. (Berthier, dnn. Chim. Phys. 50, 362.) | Phos- 
phoric oxide forms a white precipitate with hydrochlorate of ferric oxide. 
(Leverrier.)—Sulphurous acid reduces ferric salts to the state of ferrous 
salts with great facility, especially if the solution is heated. (A. Vogel, 
J. pr. Chem, 29, 281.) The effect observed by R. Phillips (Phil. Mag. J. 


2,75), that sulphurous acid imparts to ferric sulphate a deep red colour 


which disappears in a few hours without reduction of the salt, must be 
attributed to the presence of nitric acid, inasmuch as he used green vitriol 
oxidized by boiling with nitric acid. — Protochloride of tin likewise 


reduces ferric to ferrous salts; so also does trithionic acid. (Persoz.)—A _ 


dilute solution of ferric chloride imparts a blue colour to an alcoholie 
solution of guiac-resin. (Unverdorben.)—Hydrosulphuric acid converts 


ferric salts which contain one of the stronger acids into ferrous salts, with _ 


precipitation of sulphur. Ina solution of the hydrochlorate (but not m 


the acid acetate) a small quantity of sulphuric acid is produced, even in. 


the cold. (H. Rose, Pogg. 47,161.) If the ferric oxide is dissolved in a 
weaker acid, sulphuretted hydrogen throws down a black precipitate of 
hydrated sesquisulphide of iron : e. g., from the solution of ferric oxide in 


vegetable acids, such as acetic acid, when the acid is not in excess; or — 


from a solution of the oxide in a mineral acid mixed with acetate of soda; 
part of the iron, however, always remains dissolved in the form of ferrous. 
oxide. (Wackenroder, V, Br. Arch. 16,118.) Alkaline hydrosulphates 
precipitate the iron completely—in the form of black hydrated sesqui- 
sulphide, if the iron-salt is poured into an excess of the alkaline hydro- 
sulphate, but as a mixture of hydrated sesquisulphide and sulphur, in the 


contrary case. Tle precipitated sesquisulphide is insoluble in excess of 


the alkaline hydrosulphate; if, however, the solution is very dilute, a 
small quantity of the sulphide remains dissolved, imparting a green colour 
to the liquid (H. Rose), and is deposited on exposure for some time to the 
air, or on the addition of hydrosulphite of ammonia. (Wackenroder.) 
The precipitated sulphide acquires a rusty brown colour when exposed 
to the air; it dissolves easily in mineral acids, but not in acetic acid. 
(Wackenroder.)—An aqueous solution containing not less than 1 part of 
iron in 100,000 parts of water gives a black precipitate with hydrosul- 
phate of ammonia; with 200,000 parts of water, a dark green mixture is 
produced; with 400,000 pts. a greyish-green; and with 800,000 pts. of. 
water, a greyish-green colour after a few, minutes. <A similar effect is 
produced by bihydrosulphate of potash. (Roth, Repert. 47, 368.) Hypo- 
sulphite of soda produces with ferric salts a blackish-red colour, which 
disappears in a few hours, the ferric salt being reduced to the ferrous 
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state. (Lenz, Ann. Pharm. 40, 101.) The red colouring is produced — 
even when the liquid is quite free from nitric acid, and it disappears in a 
few seconds. (Gm.) The hydrated sulphides of manganese, cobalt, and 
nickel throw down sesquisulphide of iron from a solution of ferric hydro- 
chlorate. (Anthon.) 
_ All caustic alkalis added in sufficient quantity to ferric salts, throw 
down yellowish-brown flakes of hydrated ferric oxide, which, according 
to Berzelius, carries more or less of the alkali down with it, and is inso- 
luble in excess of the alkali. According to Schaffner, hydrated ferric 
oxide precipitated by ammonia is perfectly free from that alkali, so that 
when it is ignited with carbonate of lead-oxide in a tube, the gas which 
escapes passed into hydrochloric acid, and the liquid afterwards treated 
with chloride of platinum, not a trace of chloroplatinate of ammonium is 
obtained.—According to Wittstein, hydrated ferric oxide is slightly 
soluble in strong caustic potash; Schaffner, on the other hand, is of 
opinion that the oxide supposed to be dissolved by the potash is merely 
in a state of fine mechanical suspension %.—The monocarbonates of 
ammonia, potash, and soda, and likewise the bicarbonates, yield the same 
precipitate as the caustic alkalis; it is, however, of a lighter brown colour 
(becoming darker on boiling); contains a small quantity of carbonic acid; 
and if the liquids are somewhat concentrated, dissolves in excess of the 
alkaline carbonate, forming a red-brown solution. The precipitate is not 
dissolved on passing chlorine gas through the liquid. (Wackenroder.)— 
The carbonates of baryta, lime, magnesia, manganous oxide, zinc-oxide, 
and cupric oxide, likewise precipitate ferric. oxide completely, even at 
ordinary temperatures; any ferrous oxide that may perchance be present 
remains dissolved, unless the liquid is heated to the boiling point. (Fuchs, 
Schw. 62, 184; v. Kobell. J. pr. Chem. 1, 80.) Carbonate of strontia acts 
in the same manner. (Demarcay, Ann. Pharm. 11, 240.)—Phosphate of 
soda throws down white phosphate of ferric oxide (even to the fifteen- 

hundredth degree of. dilution: Pfaf) which turns brown when treated . 
with ammonia, and, if the phosphate of soda is in excess, dissolves in 
ammonia, forming a red-brown solution. —Arseniate of soda throws 
down white arseniate of ferric oxide (even when the solution is diluted 
20,000 times : Pfaf)—A solution of ferric hydrochlorate mixed with 
acetate of soda or formiate of potash, deposits the whole of the iron, on 
boiling, in the form of a precipitate which re-dissolves as the liquid cools, 
: or on being washed with cold water. (Liebig, Ann. Pharm. 17, 51.)— 
_ Alkaline succinates and benzoates, give a light reddish-brown precipi- 
Be tate with ferric salts (up to the 5000th degree of dilution: Pfaf), provided 
ae no excess of acid is present.—Tincture of galls imparts a bluish-black 
colour to ferric salts, and then precipitates them. With ferric hydro- 
chlorate the precipitation takes place up to the 120,000th degree of dilu- 

tion (Pfaf); with 1 part of iron in 200,000 parts of the solution, a bluish- . 
black tint is still produced; with 1 pt. of iron in 400,000 pts. of the solu- 
tion, a greenish-blue; and with 800,000 pts. of water, the last-mentioned 
colour appears after a few minutes. (Roth.) The limit of the reaction is. 
attained when 1 part of ferric oxide (in the state of sulphate) is contained 
in 300,000 parts. of the solution. (Hartig, J. pr. Chem. 22, 51.) If the 
.iron-salt contains an excess of one of the stronger acids, no precipitation 
. takes place unless acetate of potash is added; the bluish-black precipitate 
. |. dissolves in hydrochloric acids, and acquires a dark purple-red colour on 
«>the addition of a small quantity of ammonia.—Meconic acid and alkaline 
__., Mleconates impart a bright-red colour to ferric salts.—— Alkaline indigotates 
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producé the same ‘effect (Pfaff); so likewise does free indigotic acid. (Gm.) 
Hydrosulphocyanice acid and soluble sulphocyanides impart a blood-red 
colour to concentrated solutions of ferric salts, and a reddish-yellow to 
\ dilute solutions. This colouring is produced in solutions of sesquichloride 
_ of iron to the 20,000th degree of dilution. (Pfaff.) 1 part of iron in the 
form of sesquichloride dissolved in 25,000 parts of water exhibits a red 
colour; in 200,000 pts. an orange; in 800,000 a very pale orange; and in 
1,600,000, a scarcely perceptible yellow. Hydrosulphocyanic acid is 
therefore the most delicate of all tests for ferric salts. (Roth.) The 
colouring is not destroyed by hydrochloric acid unless the acid is in very 
great excess.—Ferrocyanide of potassium added to ferric salts throws 
down Prussian blue. The effect is apparent to the 100,000th degree of 
dilution (Pfaff); with 1 pt. of ferric oxide (in the form of sulphate) dis- 
solved in 420,000 pts. of water. (Hartig, J. pr. Ohem. 22, 51.)—The pre- 
cipitate is insoluble in hydrochloric acid.—Oxalic acid produces a yel- 
lowish colour in ferric salts, but without precipitation.—All ferric salts 
which are not soluble in water either dissolve in hydrochloric acid or are 
decomposed by it. They are not soluble in solution of sal-ammoniace. 
(Brett.) 

q Ferric salts are reduced to the state of ferrous or ferroso-ferric 
salts by many vegetable substances, e. g. fresh grass, the green branches 
of trees and shrubs, hay, wood-shavings, saw-dust, peat, and coal 
effect the reduction at ordinary temperatures; sugar, starch, gum, alcohol, 
turpentine, and shreds of paper, at a boiling heat. (Stenhouse, Anz. 
Pharm. 51,284.) 7. | | 


Ferric Actp. FeO? ? 


Known only in combination with certain bases, as potash, soda, and 
_ baryta, with which it forms red salts (see these salts, especially Perrate of — 
potash), | 


TRon AND HYDROGEN. 


Ferruretted Hydrogen Gas ?—Hydrogen gas prepared by dissolving 
iron in dilute sulphuric acid contains a small quantity of iron, which it 
deposits after a while on the sides of: the containing vessel in the form of 
a brown powder. (Thomson, System of Chemistry.)—If the gas evolved 
on dissolving iron-wire, filings; or nails in dilute hydrochloric or sulphuri¢ 
acid, be passed through four bottles filled with potash-solution, and through 
a tube filled with asbestos, in order to retain any iron-salt mechanieally 
carried over, it still retains iron and a small quantity of:phosphorus, 
although when passed through re-agents for detecting iron, it exhibits none 
of the usual characteristics. It must be regarded as hydrogen gas con- 
taining small quantities of ferruretted and phosphuretted hydrogen.—It 

-has a metallic odour, likewise resembling that of garlic. When ignited 
at the orifice of a tube, it burns with a flame which is yellow at the cir- 
‘cumference and green in the interior, and deposits rusty brown and often 
iridescent spots on a porcelain capsule held before. it; the gas prepared °. 
with hydrochloric acid deposits these spots more abundantly than that 
obtained with sulphuric acid. The spots disappear immediately in chlo-. * 
rine gas, and dissolve in nitric acid, forming a ferric salt. Strong<nitm 


acid through which the gas has been passed for some hours, is ‘found:to - bes 


\ 
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contain small quantities of ferric oxide and phosphoric acid. Aqueous 
chlorine, iodine, and bromine decompose the gas, and take from it a small 
quantity of iron. From aqueous solutions of mercurous, silver, and gold 
salts, the gas precipitates the respective metals. When passed through a 
solution of corrosive sublimate, it throws down a white or yellowish-white 


precipitate, and afterwards burns with a pale-yellowish flame, without 


depositing spots upon porcelain.—The gas obtained with English steel- 
wire is somewhat different. Its odour is more empyreumatic, but 
metallic, and not all like garlic [probably because it contains no phos- 
phorus]. It burns with a yellow flame without any mixture of green, 
forms fewer spots on porcelain, and these spots have more of the metallic 
appearance of iron. The burnt odour, which perhaps arises from the 
presence of a hydro-carbon, is not destroyed by washing the gas with a 
solution of corrosive sublimate or silver-nitrate. (Dupasquier, Compt. rend. 
14, 511; also V. J. Pharm. 1, 891; also J. pr. Chem. 26, 184.)—4 Ac- 
cording to Schlossberger & Fresenius (Ann. Pharm. 51, 418), the spots 
which this so-called ferruretted hydrogen deposits on a porcelain plate 
contain not a trace of iron, but consist of certain compounds of phosphorus, 
most probably phosphoric oxide mixed with phosphoric acid ; they vola- 
tilize with tolerable facility, are insoluble in hydrochloric acid, but soluble 
in aqua-regia. The gas from which these spots were obtained was purified 
by passing through two wash-bottles containing distilled water, and then 
through a tube 4 feet long, half filled with moist and half with dry cotton. 
When the gas thus purified was passed through a solution of corrosive 
sublimate, it threw down a copious yellowish-white precipitate, which 
was found to contain mercury, chlorine, phosphorus, and sulphur, but 
not the smallest quantity of iron. Hence the authors conclude that the 


gas evolved by the action of dilute sulphuric or hydrochloric acid upon 


iron is mixed, with small quantities of phosphuretted and sulphuretted 


hydrogen, which produce the reactions just mentioned, but is perfectly 


free from iron, and consequently that the existence of ferruretted hydrogen 


48 not established. qj , 


IRoN AND CARBON. 


A. Carpipr oF Iron.—lIron enters into combination with carbon : 
1. In the reduction of iron-ores by excess of carbon at a heat reaching to 
the melting point: Cast-iron, Iron-assays. 2. When iron is fused in 
contact with charcoal or diamond. <A small well-closed iron crucible 
containing a diamond, and inclosed in two well-covered earthen crucibles, 
fused together with -the diamond at the heat of a blast-furnace, and 
was converted into steel. (Morveau & Clouet, Scher. J. 4, 170; also Giuld. 
8, 65; Mackenzie, Scher. J. 5, 366.) Charcoal or graphite acts upon iron 
in the same manner.—3. Iron ignited slowly, and only to the softening 
point, in contact with carbonaceous matter, takes up carbon, which, gra- 
dually penetrating from without inwards, converts the iron, first into steel, 
and then into a compound similar to cast-iron :—Cementation of iron.— 
If the ignition is not continued long enough to complete the process, a 
nucleus of softer iron remains in the middle ——This union of iron with 
carbon takes place when the iron is surrounded with vegetable or animal 
charcoal, with coal-gas, and even with cast-iron. Iron surrounded with 
cast-iron turnings is converted into a steel at a lower red heat than when 


it is Immersed in charcoal powder, Graphite under the same circum- 
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stances does not form steel. (Gaultier, J. Pharm. 13,18.) An iron-wire 
immersed in melted cast-iron, which is kept at a red heat for four hours 
after solidification, is found to be converted into steel. (Degen.) 

The outermost layer of iron takes up the carbon with which it is in 
contact, transfers it to the next layer, and so on, till the carbon is disse- 
minated throughout the whole mass. In a similar manner, iron rich in 
carbon is converted by ignition in contact with air, e.g. in the refining 
process—into wrought-iron, although the air does not come in contact 
with all the particles; the carbon, in fact, travels from within outwards 
till equilibrium is established. (Berzelius, Jahresber. 18, 160.)—The atoms 
of iron which have combined with carbon at the surface, turn half-round, 
give up their carbon to the iron-atoms immediately within, take up 
another portion at the surface,——and so on, till the two substances have 
penetrated one another completely. At a red heat, the iron is sufficiently 
softened to allow this rotation of the atoms. (Becquerel.) Degen likewise 
admits the probability of a galvanic movement of this kind.—Leplay & 
Laurent suppose that the carbonization of the iron is due to the action of. 
carbonic oxide gas, which is produced by the ignition of the charcoal, and 
penetrates the softened metal, giving up part of its carbon to the iron, and 
being thereby converted into carbonic acid gas. At all events, they found 
that when charcoal and iron placed in two separate little porcelain boats, 
were heated to whiteness in a porcelain tube, the iron was converted into 
steel containing 0°7 per cent. of carbon; nevertheless, they admit that 
this effect might be due to the carburetted hydrogen gas evolved from the 
charcoal, especially as no carbonization of the iron took, place if the 
charcoal had been very strongly ignited before the experiment, or when 
pure carbonic oxide was passed over red-hot iron.--More recently Laurent 


_has put forth the view, that the carbon volatilizes at the cementing heat, 
and penetrates the iron in the form of vapour; and moreover, that the 


carburetted hydrogen gas evolved from fresh wood-charcoal, and the 
cyanogen evolved from animal charcoal, may likewise contribute to the 
carbonization of the iron. (Ann. Chim. Phys. 65, 403 and 417; also 
J. pr. Chem. 13,284 and 295.) The observations which Laurent adduces 
in favour of this theory, do not, however, establish the volatilization of 
carbon at so low a red-heat; and even if carbon vapour were produced, 
the carbon would be deposited from it only on the surface of the iron, and 
eould not penetrate the metal in the gaseous form: for, Laurent’s 
assumption that iron when softened by ignition is permeable to gases, 1s 
contradicted by the fact that bubbles are produced in the interior of the 
iron during cementation—consisting of carbonic oxide gas formed in 
places where the carbon, as it penetrates the iron, comes in contact with 
scale-oxide—and these bubbles are unable to escape through the pores of 
the iron. (Degen, Ann. Pharm. 29, 261.) | 

According to Karsten’s observations, carbon appears to exist in com- 
bination with iron in three different ways: 1. Combined with the whole 
of the iron (iron completely saturated with carbon at the melting 
point appears to be Fe*C);— 2. Combined with part of the carbon, forming 
ter-carbide of iron, FeC*, which compound is diffused throughont the rest 
of the iron;—8. In the free state, forming lamin of graphite,—being, in 
fact, carbon free from iron, separated by slow cooling from a mass of iron’ 
saturated with carbon at the melting heat.—The more quickly iron com- 
bined with carbon is cooled after fusion or ignition, the greater is the 
quantity of carbon which remains combined with the whole of the iron; the 
slower the cooling, the greater is the quantity of FeC® produced,—and if 
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the iron has been more fully saturated with carbon at the melting poiat— 
as in the case of cast-iron—the greater is the amount of carbon which 
separates completely in graphite-lamine. Hence, the properties, and in 
particular, the hardness of carburetted iron, depend not merely on the 
proportion of carbon, but more especially also, on the peculiar manner in 
which that substance is combined with it. The greater the quantity of 
carbon in combination with the whole of the iron, the harder is the 
compound, and the more completely doeg it resist rusting and the action 
of acids. . 
The three states of the carbon in carburetted iron may be distin- 
oa by the appearances presented on treating the compound with 
acids ° 
1. Carbon in combination with the whole of the iron. During the 
solution, especially of rapidly-cooled steel and white pig-iron, an offensive 
kind of hydrogen gas containing carbon is evolved, and a volatile oil and 
a brown mouldy substance are produced. The hydrogen gas deérives its _ 
carbon and its odour principally from the volatile oil, part of which, 
however, remains behind with the mould, and is not completely expelled 
till after long boiling with the acid. [Whether the hydrogen gas likewise 
contains carbon in another form of combination—e. g. as marsh-gas, as 1S 
sometimes supposed—is, in my opinion, not established by any definite 
experiment; on the other hand, according to Proust (WV. Gehl, 3,295) 1 volume 
of the gas evolved by cast-iron, although heavier than air, consumes only 
half a volume of oxygen when detonated with 2 volumes of that gas,—pro- 
bably because the oily vapour remains unburnt. | The mould formsa black- 
brown porous mass, which after washing and drying, dissolves.in potash, 
forming a black-brown solution, and when heated, burns with an odour of 
peat, without leaving any ferric oxide. The formation of the oil appears 
to depend upon this circumstance, that while the iron combines with the 
oxygen of the water, part of the hydrogen, while in the nascent state 
unites with a portion of the carbon which was in combination with the 
whole of the iron, and produces the oily substance. In the formation 
of the mould, not only hydrogen from the water, but likewise a portion 
of the water itself (or its elements) appears to unite with another part of 
the carbon which was combined with the whole mass of iron, and thereby 
convert it into mould.—When nitric acid or aqua-regia is made to act on 
hardened steel or white pig-iron, no oil is formed, and instead of the 
black-brown mould, a red-brown substance of similar character is formed, 
which partly dissolves-in the nitric acid liquid, imparting to it a brownish- 
ellow colour. This red-brown mould is probably distinguished from the 
black-brown by containing one of the oxides of nitrogen, and perhaps 
also by a larger proportion of oxygen. | 
2. FeC*®. When dilute sulphuric or hydrochloric acid acts upon 
slowly cooled bar-iron (which always retains a small portion of | 
carbon) or on slewly cooled steel or on grey pig-iron—the action not 
being allowed to go on too long—there remains (besides the mould, which 
may be dissolved out by caustic potash), a graphite-like, but magnetic 
mass, which, if burnt after washing and drying, leaves from 82 to 94 per | 
cent. of ferric oxide, and is probably therefore FeC*. (Karsten.) 
[FeC’=27+18=45; consequently 100 parts of it contain 60°87 per 
cent. of iron, and these yield 86°96 p.c. of ferric oxide.] Bromeis 
doubts the existence of FeC* in carburetted iron; at all events, he remarks, 
when this carburetted iron is dissolved in acids, the residual graphite _ 
often contains very variable quantities of iron; sometimes, however, 
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because the action of the acid has not been continued long enough ; 
sometimes from admixture of phosphide or silicide of iron with the 
graphite. But why should the graphite, in which the presence of iron is 
stated to be merely accidental, be converted by the continued action of 
hydrochloric acid into black- brown, and of nitric acid into red-brown 
mould ? 

3. Graphite. Remains undissolved, together with FeC*, when grey 
pig-iron is dissolved in acids.—JIn consequence of the separation of 
mould, FeC*, and graphite, a dark spot is produced upon carburetted iron 
by the action of acids, especially of nitric acid. 


a. Bar-cron, Refined Iron, Malleable Iron, Wrought Iron.—All iron 
ee Sa on the large scale contains a certain portion, not exceeding 
5 per cent. of carbon, which gives it greater solidity and thereby. 
vote it better adapted "for the majority of purposes. Burnt Bar-cron 
is the only variety that is free from carbon. Soft bar-iron contains less 


-than hard. Bar-iron is distinguished from steel, which is richer in 


carbon, by not becoming brittle or sensibly harder when rapidly cooled 


_in water after ignition. 


In very dilute hydrochloric or sulphuric acid, bar-iron dissolves very 

slowly, leaving black, magnetic, graphite-like FeC*, which is converted 
by nitric acid into brown mould, takes fire even below a red-heat, and 
burns. without leaving a residue.—Stronger sulphuric acid leaves traces 
of easily inflammable charcoal. Strong hydrochloric acid dissolves bar- 
iron without leaving any residue. [Is all the carbon evolved in this case 
in the form of oil? |—Cold and very dilute nitric acid forms red-brown 
mould, which dissolves on the application of heat, imparting a brown 
colour to the liquid. (Karsten.) 
_ ‘Analyses of Bar-iron. _ According to Gay-Lussac and Wilson » 
(V. Quart. J. of Sc. 7, 203; also Jahresber. 11, 128).—a. Best bar-iron 
from Sweden.—lb. The same.—c. Bar-iron from Creusat.—d. From 
Champagne.—e. From Berry. —f. Cold-short bar-iron from Moselle. In 
100 parts: 
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Amount of Carbon in Bar-iron. a. Soft.—b. Hard.—c. d. e. Three 


different varieties, produced from white pig-iron by the Swabian method 


of refining.—/f. g. h. Three varieties produced from various kinds of pig- 
iron by the Magdesprung method of refining. The samples ¢ to h are 
from the Bernburg works.. In 100 parts: 


_ Karsten. Bromeis. 
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Bromeis (Ann. Pharm. 48, 241) determined the total amount of carbon 
by burning with chromate of lead or chlorate of potash; the free, 


_ mechanically combined carbon or graphite was estimated by dissolving 


the bar-iron in hydrochloric acid and determining the quantity of carbon 


contained in the insoluble residue. [Could graphite really be obtained 
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from bar-iron containing so small a quantity of carbon, or did the 


- Insoluble residue not rather consist of Karsten’s FeC? 2] 


6. Steel. Preparation —1. Rough Steel, Refinery Steel, Natural Steel, 
(Frischstahl, Rohstahl, Natiirlicher Stahl.) The iron from which rough 
steel is made, is pig-iron containing but few foreign admixtures besides 
carbon and manganese. It is refined by exposure to the blast under 
charcoal, as in the refining of iron; but the oxidation is stopped at a less 
advanced stage, so that the foreign metals, and those only, may be 
almost completely oxidized, while a portion of the carbon may remain 
unburnt and in combination with the iron. As soon as the mass becomes 
somewhat malleable, it is formed into flat bars under a series of hammers 
continually diminishing in size. To obtain a uniform distribution of the 
carbon, the plates, after being cut into lengths and made up into bundles, 
are welded together and then formed into bars: Shear-steel. (Gerbstahl.)— 
2. Bar-steel, Cementation-steel. Very pure bar-iron in the form of thin bars 
is enclosed in boxes, troughs or pots filled with charcoal powder, and kept at 
ared-heat for 5 to 8 days. The carbon gradually penetrates the iron; where 
it meets with scale-oxide, it forms carbonic-oxide gas and raises the iron 
in blisters: Blistered steel. If the cementation is continued too long, the 
metal fuses together and forms cast-iron. (Buttery.) Or coal-gas is 
passed over bars of iron heated to redness in a cast-iron tube coated with 
clay, whereby carbon is transferred from the gas to the metal. When a 
sufficient quantity of charcoal has entered into combination with the iron, 


the ignition is continued for some time longer, without passing any more 


gas over the metal, in order that the carbon may diffuse itself uniformly. 
If the gas is allowed to act too long, the -steel fuses into cast-iron. 
(Mackintosh, J. pr. Chem. 2, 333.)—38. Qast-steel. Bar-steel is fused 
under a layer of pounded glass, sometimes without charcoal (Buttery, 
Schw. 35, 339), sometimes with 1 or 2 per cent. of charcoal added. In 
this process, the steel probably takes up small portions of aluminum and 
silicium from the crucible.-—4. Iron fused at an intense heat with 2 per 
cent. of lamp-black yields good steel. (Bréant, Ann. Chim. Phys. 24, 388; 
also Schw. 40, 295.)—5. The Indian Steel or Wooz, which is distinguished 
by extraordinary hardness, and by the damasked surface which it 
acquires when acted upon by acids, is said by Faraday and Stodart (Gb. 
66, 169) to contain very small quantities of aluminum and sometimes 
also of silicium, and may be imitated by fusing the carburetted iron d 


(p. 217) with alumina, and then fusing 1 part of the carbide of iron and 


aluminum thus obtained with from 8 to 17 parts of cementation-steel. 

» Properties. —Somewhat whiter than iron. When red-hot or melted 
steel is slowly cooled, it becomes soft, though somewhat harder than iron, 
and exhibits a granular, indented, and somewhat shining fracture. The 
tenacity of slowly cooled steel is to that of bar-iron nearly as 13: 10. 
Its granular texture is not, like that of iron, converted into the fibrous 
by rolling and hammering. (Karsten.) The fracture of unhardened steel 
is fine-grained; that of steel which has once been re-melted per se, but not 
hardened, is still fine-grained and whiter than before. (Elsner.) On the 
contrary, when red-hot or melted steel is suddenly cooled, as by immersion 
in water—which process is called Hardening—it becomes much harder, 
more elastic, aud more brittle than iron, the hardness increasing with the 
proportion of carbon. The fracture of hardened steel is more lustrous, con- 
choidal, and smooth, and of a lighter colour, but still appears fine-grained 
when examined with a magnifier, Notwithstanding its great hardness 
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it may be cut through by a rapidly rotating soft iron disc, because the 


latter becomes less strongly heated. When steel is hardened after © 


too strong ignition, it exhibits a coarse-grained fracture, and has but 
little hardness or tenacity. (Karsten.) The fracture of hardened cast- 
steel is very fine-grained; that of cast-steel which has been once re-melted 
and hardened is very dense and uniform. (Elsner, J. pr. Chem. 20, 110.) 
Hardened cast-steel is harder than other kinds and takes a better polish. 

Hardened steel when heated to redness and slowly cooled, is recon- 
verted into soft steel. Hence by alternate exposure to quick and slow 
cooling after ignition, steel may be rendered either hard or soft. When 
hardened steel is raised to a temperature short of redness, it loses so 
much the more of its hardness and brittleness and approaches so much 
the more nearly to unhardened steel as the temperature is higher: 
Tempering of Steel.—According to Karsten’s view, the hardness of 
rapidly cooled steel arises from the carbon which it contains being com- 
bined with the whole of the iron. When, on the contrary, the steel is 
slowly cooled, the greater portion of the carbon unites with a portion 
only of the iron and forms FeO*, which remains intimately mixed with 
iron containing less carbon and therefore soft. It is only when steel is 
very rich in carbon that a portion of that element probably separates out 
in the form of graphite, on slow cooling. 

Specific gravity of ordinary steel, 7°795; of hardened cast-steel, 
7°6578; of cast-steel not hardened, 7:9288; of cast-steel which has been 
once re-melted per se—in the hardened state, 7:647—in the unhardened 
state, 8:0923 (Elsner); of Wooz, 7°665. (Faraday & Stodart.)—Hardened 
cast-steel fuses at 2402° C.; softer cast-steel at 2531°. (Degen.) The 
heat at which steel can be welded is lower than the welding heat of bar- 
iron; the melting point of steel is also much lower than that of bar-iron, 
but higher than that of cast-iron, being, in fact, lower as the proportion 
of carbon is higher. Many kinds of steel cannot be welded, because 
their melting point is too close to the temperature required for welding. 
(Karsten.) Cast-steel cannot be welded with iron, because at the 
welding heat, it crumbles under the hammer, like sand; nevertheless it is 


by no means more fusible than cementation-steel. (Buttery.)—Steel — 


acquires the magnetic power less easily than iron, but retains it much. 
more strongly. 
Amount of carbon in Steel, in 100 parts: Rough Steel 1:25...2°3 
(Karsten) ;—softest bar-steel approaching most nearly to bar-iron, at least 
0-9 (Karsten);—harder bar-steel 1°3....1°75 (Karsten) ;—white bar-steel 
from Klberfeld, 0-496 (0°416 combined, 0°80 in the form of graphite, wd. 
p- 204) (Bromeis) ;—English bar-steel 1:87 (and 0:1 silicium) (Berthier); 
—cast-steel 1°65 (and u'1 silicium) (Berthier);——soft English cast-steel 
0°833;—ordinary 1:0;—harder 1:11;—hardest 1:67 (Mushet);—best cast- 
‘steel from Sheffield 1:70 (0°95 combined, 0°22 free [there is. an error in 
these numbers|) (Bromeis);—Rhenish cast-steel 1:267 (1:157 combined, 
0-110 free) (Bromeis);—cast-steel 2°8 to 8:0 (Karsten); cast-steel 1:758;— 
the same after being once re-melted per se in a covered crucible 1:5776 
(Bottger & Elsner) ;—Hausmann’s steel 1:33 (and 0:05 silicum) (Ber- 
thier) ;—W 00z 1°5(and.0°6 silicium) (Berthier).—According to Clouet, steel 


contains, on the average, 4'1 per cent. of carbon; according to Vauquelin, — 


0-'71.. In French steel, Vauquelin likewise found small quantities of sili- 


cium and phosphorus. Gay-Lussac & Wilson (WV. Quart. J. of Se. 7, 204) 


found in the best English cast-steel, prepared from Swedish iron, 0°625 
per cent. carbon, 0°03 silicium, and a trace of manganese; in cast-steel from. 
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Isére, 0°651 p. ¢. carbon, with traces of silicium and manganese; in the 
best French cast-steel, 0.654 carbon, 0°04 silicium, and traces of man- 
ganese; and in French cast-steel, second quality, 0:936 Pc carbon, 0°08 
silicum, and traces of manganese. 

The smaller the quantity of carbon in steel, the more does it resemble 
hard bar-iron; the greater the quantity, the more nearly does it approach 
to pig-iron, fe white pig-iron in the hardened and to grey pig-iron in 
the unhardened state. (Karsten.) Iron containing from 0°5 to 0°65 
per cent. of carbon may be regarded as very soft steel. As the propor- 
tion of carbon increases, the steel acquires greater hardness and tenacity. 
When the proportion of carbon is equal to 1:4 or 1°5 per cent., the limit 
appears to be attained at which the steel, after hardening, possesses the 
“greatest degree of hardness and likewise of tenacity. As the amount of 
carbon increases beyond this limit, the hardness continually increases, 
but the welding power and the tenacity of the steel diminish. Steel con- 
taining 1°75 per cent. of carbon is but little adapted for welding, with 
1°9 p. c. it can scarcely be welded at all, and with 2 per cent. of carbon, 
it crumbles under: the hammer at the welding heat. In this state, it 
might be regarded as cast iron; only it still retains its extensibility when 
cold, and has not yet acquired the property of yielding uncombined 
carbon (in the form of graphite) when very slowly cooled after fusion. 
This last effect is produced when the proportion of carbon becomes equal 
ye to 2°25...2°3 per cent. This proportion may be regarded as fixing the 
j limit between steel and cast- -iron, so far\as that limit can be fixed by the 
mere proportion of carbon. (Karsten, Bericht.der Berl. pee Nov. ieee 
abstr. Ann. Pharm. 60, 229.) 4 
- In genuine Wooz, Faraday found 0°1304 per cent. of alumina . 
(=0° 0695 hoc: aluminum), and 0°0652 silica (=0°0316 silicium); an- 
other sample of Indian Steel, which, when treated with acids, assumed an 
appearance quite different from that of real wooz, yielded only 0:024 
p. ¢. alumina (=0'13 aluminum) and no silica. 

Steel rusts less easily than bar-iron, but more easily than cast-iron, 
When heated to 215° in the air, it turns straw-yellow, then deep yellow, then 
purple, at 282°, it assumes a violet, then a dark blue, and lastly a light blue 
colour. Since these several colours correspond to fixed temperatures, they 
are of use in determining the degree of softening produced in the tempering 
of hardened steel. Graving tools are tempered only to the light yellow, 
knives to the deep yellow or red, saws to the violet, watch-springs to the 
blue, &c. Steel shows colours at a lower temperature than iron, lower in 
fact as the steel is harder and contains more carbon. Hence, if any parts | 
of a piece of iron or steel are richer in carbon than the rest, these spots 
_/“ may be known by their showing colour sooner. (Karsten.)—By repeated 

exposure to a red-heat in contact with air, steel is converted into iron, its 

earbon being burnt away. Steel when ignited in the air does not form 
scale-oxide so readily as bar-iron; the superficial portions first give up 
their carbon, and are converted into iron, which then oxidizes. The 
nucleus, therefore, still consists of steel, outside of which is iron, and 
outermost of all, scale-oxide. The complete conversion of ‘steel into bar- 
iron by repeated working at a red-heat takes place more quickly with - 
some kinds of steel than with others. When ignited under a good coat- — 
ing of welding-sand (with which the ferrous oxide produced forms a crust 
of fused ferrous silicate), steel remains unaltered. (Karsten.)—Dilute _ 
nitric acid placed upon steel torms a black spot, and separates a substance | 
resembling graphite. Under these circumstances, the varieties (4) and (5): 
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acquire a damasked surface,—probably because, in addition to ordinary 
steel, it contains a.more highly carbonized or aluminiferous variety, which 
erystallizes in solidifying, and by continued forging is variously dissemi- 
nated through the rest of the steel; and this latter variety being less 
_ attacked by the nitric acid remains whiter than the rest.—Perfectly har- 
dened steel immersed in cold nitric acid of specific gravity 1°38, colours it 
brown-red, with a slight evolution of nitric oxide gas, and gradual sepa- 
ration of black, metallic-shining, non-magnetic flakes, which burn without 
leaving any residue of ferric oxide, dissolve in caustic potash forming a 
black-brown solution, and by continued action of the acid are converted . 
into a brown-red powder. If the acid is heated, the same effects are pro- 
duced, but more quickly and with considerable frothing. (Karsten.)— . 
Steel which has not been hardened dissolves very rapidly in strong nitrie 
acid, imparting to it a brown-red colour, due to dissolved mould, part of 
which substance, however, remains undissolved in the form of a brown-red 
powder. Previously to the formation of this mould, graphite-like laminse 
(probably consisting of FeC*) are separated, and these when burnt leave 
from 82 to 94 per cent. of ferric oxide (vid. p. 205). When steel which 
has been slowly cooled is treated in this manner, the lamine are converted 
into red-brown mould, at. the very moment of separation.—Soft cementa- 
tion-steel dissolves very slowly in dilute nitric acid, yielding no graphite- 
like lamin, but only red-brown mould, which takes fire even below a red- 
heat. Cast-steel dissolves still more slowly. (Karsten.)—Dilute sul- 
phuric or hydrochloric acid dissolves steel, with evolution of fetid hydrogen 
gas containing an oily vapour, and separation of a graphite-like substance 
epueey FeC*|] which, by continued action of the acid, is converted into 
lack-brown mould.—Hardened steel, immersed in dilute sulphuric acid 
becomes covered with a small quantity of a black metallic powder; un- 
hardened steel, in the same time, with eight times as much of a grey powder, 
which is soft, coherent, and may be cut with a knife, and appears to 


consist of carbide of iron,—inasmuch as, when exposed to the air, it. 


changes colour in consequence of the iron becoming oxidated. By con- 
tinued boiling with the acid, it is converted into a black powder [mould] 
the same as that produced by hardened steel. This substance, when 
heated in the air to temperatures between .J50° and 200°, burns like 
a pyrophorus, emitting a large quantity of ‘smoke; at higher tempera- 
tures it burns like asphaltum, with a bright flame, leaving a residue of 
ferroso-ferric oxide; it is likewise completely soluble in boiling nitric 
acid. (Faraday & Stodart, Gilb. 72, 256.)—Thoroughly hardened steel 
dissolves very slowly in dilute sulphuric or hydrochloric acid, becoming 
covered in the course of a few days, with black-brown mould, which is 
converted by nitric acid into brown-red mould. Stronger sulphuric acid 
when moderately heated also leaves a residue of black-brown mould, but 
boiling concentrated sulphuric acid dissolves the steel completely. (Kar- 
sten.) [Does the whole of the carbon in this last case go off in the 
form of oil or of gaseous carburetted hydrogen ?]—Unhardened steel © 
exhibits with dilute sulphuric or hydrochloric acid the same effects as 
wrought iron; excepting that it dissolves much more slowly, and leaves 
a more abundant graphite-like residue. [FeC*.] Stronger . sulphuric 
acid dissolves soft steel with tolerable rapidity, causing a separation of 
shining laminz (FeC*) which are afterwards converted into black-brown 
mould. (Karsten.) If the acid be quickly poured off, before this conver- 
sion has proceeded to any considerable extent, and the mould already 
formed be extracted with caustic potash, magnetic lamine are left, 
Vou. Y. ¥ 
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which retain their metallic aspect under water, but lose it in the’ alr, and’ 
are quickly converted into mould by the action of acids. (Karsten.) 
Steel may be mae to unite with several metals by fusion. Many of 
these metals united with it in very small quantity, render it harder and 
more brittle. If the other metal is more electro-negative than the steel, 
and partly separates out in fine particles as the metal cools, the steel is 
_ thereby rendered more liable to rust. Moreover, all these alloys—parti- 
cularly those which do not contain too much platinum—disengage a 
larger quantity of hydrogen from dilute sulphuric acid in a given time 
than pure steel, doubtless because a portion of the more electro-negative 
metal is laid bare by the first action of the acid, and them accelerates the. 
solution of the iron by galvanic action. Pure steel dissolves most slowly 
of all in sulphuric acid; then follows that which is alloyed with small 
quantities of chromium; then with silver; then with gold; then with 
nickel; then with rhodium, iridium, or osmium; then with palladium; 
aud lastly with platinum. ‘T'he alloy of steel and platinum gives with 
sulphuric apie in a given time, 100 times as much hydrogen. gas as pure 


steel; Dag ahs iy is sufficient to produce this effect, but with 
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“1822; me ; also Gulb. 2; 225. )—The greater hardness which steel 

acquires by fusion with these metals appears to result, not so much from 
their presence as from the additional fusion to which the steel must be | 
subjected to form the alloy; at all events, silver-steel exhibits no greater 
hardness than steel which has been re- melted per se, vid. silver, (HKlsner, 
J. pr. Chem. 20,110.) Iron free from carbon may indeed be rendered 
. harder by combination with phosphorus, sulphur, arsenic, &c., but such 
compounds do not harden by sudden cooling, or at all events but ress 
_ (Karsten.) 


—¢. Ordinary Pig-iron; - Cast-iron.— Obtained By the reduction of 
native iron-oxides by means of charcoal or coke in the blast-furnace 
(p. 166). It contains more carbon than steel, and is besides contami- 
nated with various substances, particularly phosphorus, sulphur, arsenic, 
manganese, molybdenum, vanadium, chromium, copper, calcium, mag- 
‘nésium, aluminum, and silicium. 

“The properties of this substance vary according to the nature and the 
proportion of the substances combined with the iron, and likewise accord- 
ing to the rapidity of cooling from the state of fusion, For the most 
part, cast-iron exhibits a laminar or granular texture, sometimes crystal- 
_lizes in octohedrons, and is more brittle, specifically lighter, and more ' 
‘fusible than malleable iron. At a red-heat, it is so soft that it may be cut 
with a saw. 

Melted cast- -iron, whether white or orey, yields white cast-iron by 
sudden cooling and grey by slow cooling. The former corresponds to. 
hardened, the latter to unhardened steel, excepting that the steel contains 
less carbon. After sudden cooling, the carbon remains combined with the’ 
whole of the iron; but if the cooling be slow, the carbon has time to 
separate for the most part from its state of combination with the whole 
of the iron, partly as graphite, partly as FeC*. (Karsten.) Part of the 
graphite remains diffused through the iron in scales; the rest crystallizes 
out. The greater the quantity of carbon in white cast-iron, the more 
strongly must it be heated in fusing and the more slowly must it be 
cooled after fusion, in order to convert it into the grey variety. On the 


other hand, grey cast-iron is most easily converted into white, by heating 


it just to the melting point [because then the cooling takes place more 


rapidly throughout the whole mass]. In iron castings, those parts ofthe 


iron which have been in direct contact with the mould are of the white’ 
variety, being lighter in colour as the mould. is wetter and the casting 
thinner; in the interior of the mass, the white iron passes imperceptibly 
into the grey. When fused cast-iron very rich in carbon is run into a 
very wide open mould, and thrown into water as soon as it has become 
solid on the surface, the portion which still remains fluid im the interior 
is converted by the rapid cooling into white iron. (Karsten.) 

Although we must admit, with Karsten, that the different rate of 


- cooling is the principal circumstance which determines the production of 


white or of grey cast-iron, we can nevertheless scarcely follow him in. 


regarding it as the only cause of the difference; for the varying quantity 
of the other elements contained in it appears likewise to exert an influ- 
ence on the result. Why is it that white and grey iron sometimes occur, 
and with sharp demarcation, in the same piece of iron? (infra.) Why 
is blackish-grey pig-iron so difficult to convert into white? Why does 
the same furnace, according to the manner in which it works, yield at 
the same rate of cooling, sometimes a whiter, sometimes a greyer iron ? 
Why does fused grey pig-iron solidify in the form of white bright iron 
on the addition of sulphur (infra); and if the bright iron be distin- 
guished merely by containing the greatest quantity of carbon, why is it 


not obtained by fusing pure iron with excess of charcoal? (Gm.) 


. resists the strongest file; exhibits a coarsely laminar fracture, with silver-_ 


Varieties of Cast or Pig-iron, particularly according to Karsten: 


A. White Pig-iron-—Varies from tin-white to greyish-white; very 


brittle, cracking easily even by change of temperature; extremely hard, 
sometimes even more so than hardened steel, so that it will resist the 
strongest file; scratches glass easily. Fracture, sometimes laminar, 
sometimes lamino-radiating, sometimes finely splintered, sometimes dense 
and conchoidal. As the fracture changes from laminar to conchoidal, the 
colour likewise varies from white to greyish. Mean specific gravity, 7-5. 
Expands less than grey cast-iron when heated. Cannot be welded, 


because it becomes pasty at the very lowest welding heat. Fuses less _ 
readily than grey pig-iron. When heated to the melting point, it does 
not suddenly pass into the fused state, like grey pig-iron, but 1s converted 3S 
before fusing, into a soft, pasty mass. In this variety of pig-iron, the 
carbon is united with the whole of the iron. Continued ignition out of | 


contact of air, does not alter bright iron, but imparts a grey colour to 
those kinds of white pig-iron which are less rich in carbon, and renders 
them less hard and brittle. (Karsten.) . ae 

_ a. Bright Iron, Rough Steel-iron (Spiegeleisen, Spiegelfoss, Rohstahlersen. 
Rohstahifloss, Hartfoss), This is the hardest of all kinds of iron; it 


white, specular, fractured surfaces, The most fusible of all kinds of pig- 


iron. Especially rich-in carbon. 


6. Whitish-grey Pig-iron. 


: ¢. Flowery Pig-iron (Blumiges Roheisen, blumige Flossen). Bluish, | 
_. with a radiating, highly lustrous fracture. 


dd. Greyish-white Iron, having a fracture without distinct structure. 


e. Porous Pig-iron (luckiger Roheisen, luckiger Floss, Weichfloss). 


Less white, with a bluish or greyish tinge with a somewhat indented 
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racture; porous. Forms the transition to grey pig-iron and to steel. 


—B. Grey Pig-iron.—Between light grey aud black. pane: with 
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a strong lustre; sometimes, when it contains considerable quantities of. 
foreign metals, especially silicium, it is dull. Fracture granular. If the 
grains become flat and scaly, the iron is impure. Innumerable scales of 
graphite are interspersed between the particles. The grains, which 
resemble those of unhardened steel, consist principally of the compound 
of carbon with the whole of the iron; FeC* may, however, be mixed with 
them. Mean density 7-1. More or less soft and extensible, possessing 
these properties in a greater degree when cold than at a red heat. This 
kind of cast-iron would be very malleable, if it were not mixed with 
graphite. It may be welded, though not easily, because the welding 
and melting points are very close together. The more carbon it contains 
the more readily does it fuse, and with an equal proportion of carbon, it 
is less fusible than white pig-iron. Some varieties of it are as refractory 
as the harder kinds of cast-steel, others fuse almost as easily as bright 
iron. (Karsten.) A sample of pig-iron examined by Degen fused at 
1326° C. Its passage from the solid to the liquid state takes place 
almost instantaneously, the melting point being higher and the fusion 
more sudden as the proportion of carbon is smaller. When very slowly 
cooled after fusion, it becomes more malleable than before; by sudden 
cooling it is converted into white pig-iron, the conversion being more 
complete as the proportion of carbon is greater. Thus white iron is 
obtained by pouring water on the iron which has been run off into the 
grooves and taking out the crusts of solid metal thus produced. The 
blackish-grey iron obtained when the \furnace is working very hot, is 
however difficult to convert into white iron; but complete conversion 
may be obtained by pouring it into water in a fine stream. (Karsten.) 

Is not the blackish-grey pig-iron peculiarly rich in carbon ?] It is not 
altered by continued ignition with charcoal out of contact of air. It 
hardens by cooling in water after ignition. (Karsten.) When hardened, 
it scratches glass and resists an English file. (Bromeis.) . 

a. Mottled or Mixed Pig-iron (Halbirtes Roheisen, geflecktes Roheisen). 
A mixture of white and grey iron. In strongly mottled iron, little stars 
and spots of grey iron are found interspersed in bright or flowery iron; 
weakly mottled iron exhibits white specks on a grey ground. In streaked 
iron (spengliches or streifiges Eisen) grey iron is found above and below, - 
and bright iron in the middle, with strong demarcations. 

b. Grey, Normal Pig-iron (Graues, gares Roheisen). Produced when 
the charcoal, ore, flux, and air in the blast-furnace are in normal propor- 
tion. The slag or cinder produced under such conditions is perfectly 
fused, contains very little iron, is free from graphite-laminez, sometimes 
vitreous and of a greenish or blue colour, sometimes crystallo-granular, 
laminar, and greyish-white. Normal cast-iron is of small-grained struc- 
ture, and interspersed only with small graphite-laminx; possesses great 
tenacity; is easily filed, turned, and bored; may even be hammered to a 
‘certain extent; does not readily crack from change of temperature; and 
is best adapted for most kinds of casting. 

c, Black, supernormal Pig-iron (Schwarzes, uibergares Roheisen). Pro- 
duced when the blast-furnace is very hot and the supply of coke or 
charcoal too great. The grey, fine-grained mass then produced is 
abundantly intersected and superficially marked with lamine of graphite, 
- whereby its solidity is diminished. 


Analyses of Cast or Pig-tron.—1. Smelted with charcoal. a, From 
Belabre;—0. from Autray;—c. from Beze;—d. from St. Dizier;—e. from 
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Sweden ;—f. from Tredion ;—y. from Lohe.—2. Smelted with coke:—h. from 
Firmy;—7. from Janon;—4, from Charleroy;—/. from England ;—m. Fine 
metal from Firmy (?. e. iron from Firmy melted a second time). All the 
proportions are given in 100 parts. (Berthier, Ann. d. Min. 1833; abstr. 
Jahresber. 14, 127.) 


a. b. C. d. e. oe g- h.\ 
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er LO Oe eye OS ee DOT: ol Od 0°5 wn. O'5 0°45 we 4°5 
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Iron smelted with coke is therefore much richer in silicium than that 
which has been reduced by charcoal. 

a. Pig-iron from the Royal Works in the Harz, smelted with cold air; 
of sp. gr. 7°43; mottled.—b. The same, smelted with air at 250°; sp. gr. 
7°166; normal and of a grey colour.—c. Pig-iron from Leerbach in the 
Harz; cold blast; sp. gr. 7°081; very grey.—d. The same, smelted with 
airat 110°; sp. gr. 7°077; very grey. The hotter the blast, the greater 
is the quantity of silicium which unites with the iron; the proportion of 
phosphorus, on the contrary, remains the same. (Bodemann, Pogg. 
55, 485.)—e. Grey, soft pig-iron from the Maximilian Works at Bergen. 
(Fuchs, J. pr. Chem. 17, 166.)—/f. Good pig-iron free from manganese, 
from the Leke iron-works. (Berzelius, Scher. Ann. 7, 221.) 


ts b. c. d. e. tS: 
En ie eee 93°29 91°42 93°66 91°98 94°33 91°16 
combined 2°78 1°44 0°48 0°95 3 : 
Us ORS 1:99 2°71 3:85 ‘ier ie 3 OSS 320 
(i aa eae ty 1°23 E22 1°22 1°68 ° #4. 0°37 
Gea ee oe trace trace trace “trace fick) ¢ O12 
Ca‘. trace trace , Mg 0°12 
1, ae trace trace 
Su.) 0°71 ono 0°79 1°91 1°75 0°25 
hyd es trace trace trace trace 4°57 
Crand V.... trace 
100°00 ..... 100°00_ .... 100°00_ ..., 100°00 ..,, 100°00 .... 100°00 


a. a. Grey pig-iron from Wales, smelted with coke, No. 1;—d. No. 2; 
ec. No. 3;—d. Grey pig-iron from Franche-Comté, smelted with coke; 
€. The same from Creusat;—f. The same from the Champagne;—g. Grey 
pig-iron, with coke and wood, from Berry;—. Grey pig-iron, with char- 
coal, from Niyernais;—?. White pig-iron, with wood, from the Champagne; 
tk. The same, from the Isére;—/. The same, from Siegen ;—m. The same, | 


‘from Coblenz. 
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0°44 
1°20 
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h, 
2°254 
1-043 
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trace 
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Cc. 
167 
0°49 
3°00 
trace 
a. 

2°324 
0°703 
0°840 
trace 


d. e. 
2 BOS hee 2°02 
0°35 0°60 
1:16 3°49 
trace trace 

k. ry, 
Wi oe OG. 2°69 
soe O280>-.,.. 0°16 
0°260 0°23 
2°140 2°59 


The quantity required to make up the hundred parts is 


iron. (Gay-Lussac & Wilson, VW. Quart. J. of Sc. 7 , 204; also Jahresber. 


Be: 
2°10 
0°87 
1:06 
trace 


Me 

2°44 
0°19 
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In the following investigations, only the proportion of carbon in the 
pig-iron was determined; a. Grey pig-iron from Sain, reduced from 
Brown Iron-ore with charcoal.—b. The same, from Widdenstein in 
Siegen, reduced from Brown Iron-ore and Spathic Iron-ore by charcoal; 
c. The same from Malapan in Silesia, reduced from Spherosiderite by 
charcoal.—d. The same from the Royal Works in Silesia, obtained from 
QOchery Brown Iron-ore by coke.—e. The same, but with a less hot 
working of the furnace. (Karsten, Schw. 68, 182.)—Pig-iron from the 
Bernberg: a. Grey;—0. Ordinary white;—c. Very light white;—d. White, 
and of normal composition ;—e. Perfectly bright or specular iron containing 
7 per cent. of manganese. (Bromeis, Ann. Pharm. 48,241.) All the 
numbers refer to 100 parts. 


Karsten. 
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Bright iron contains the largest proportion of carbon, viz. 5°3 per 
cent=Fe'C. [This is contradicted by the above analysis of Bromeis. | 
This quantity of carbon is not increased by fusion in a crucible lined 
with charcoal. With 4:25 per cent. of carbon, the laminar texture is 
still distinct; with a smaller quantity of carbon, it passes into the ra- 
diated; with a still smaller quantity, it exhibits a close and then a 
granular fracture, the whiteness at the same time diminishing; but 
when the proportion of carbon is still further diminished, the grey colour 
becomes lighter again. Porous cast-iron contains 3°5 per cent. carbon. 
(Karsten. ) 

The substances which occur in pig-iron in addition to the carbon, 
probably form compounds with a portion of the iron, which are finely 
diffused through or dissolved in the carbide of iron. These admixtures 
affect the quality of the iron as follows :— . i 

Phosphorus imparts to iron the property of fusing tranquilly, and 
forming a thin liquid; and since phosphide of iron solidifies less quickly 
than pure iron, it is well adapted for castings; but if the proportion of 
phosphorus amounts to 1°5 per cent., the iron loses its solidity. The 
largest proportion of phosphorus, as it occurs im iron from Limonite, 
amounts to 5'6 percent. (Karsten.) {[ Schafhautl (J. pr. Chem. 40, 304) 
remarks that cast-iron, bar-iron, and steel almost always contain more or 
less arsenic and phosphorus, which often greatly improve their quality. 
Thus the celebrated Dannemora iron and the English Low-Moor iron 
owe their good qualities to the presence of arsenic ; and a particular kind 
of Russian iron (marked CCND) from Demidorff’s works at Nischnetag- 
ilsk is indebted for its peculiar qualities to the phosphorus which it 
contains. 4] 

Iron which contains swlphur becomes viscid and solidifies quickly, if 
cooled in the least degree after fusion, and during the solidification, 
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¢ayities and air-bubbles are often formed. yen if the quantity of a” 
sulphur amounts to only 0°37 per cent., the metal when converted into a 
bar-iron is perfectly useless, breaking to pieces under the hammer at a a 
xed heat.—When a small quantity of sulphur (4 to 4) is stirred aboutat = 


the bottom of melted grey pig-iron prepared from manganiferous brown 
iron-stone, the fused mass solidifies in the form of bright iron, exactly 
resembling that from which rough steel is prepared. Pig-iron free from 
manganese likewise, when thus treated, yields bright iron, containing : 
Fe 94:03,—combined carbon 4:93 (it does not contain graphite),—S 0°61, 
—Si 1:05 (excess 0:62.) Hyen if this process does not produce bright or 
specular iron, it at least always yields white iron. On the other hand, fused 
bright iron obtained from spathic iron-ore is, by admixture of sulphur, 
completely converted into grey pig-iron. In all these fusions with sul- 
phur, a black mass consisting of graphite and sulphide of iron separates 
on the surface of the metal. [Consequently, the sulphur expels a portion 
of the carbon from its combination with the iron.] (Huene, J. pr. Chem. 
26, 308. : 

Sihcoune becomes mixed with the iron in considerable quantity when 
coke is used as the reducing agent; the largest amount found by Karsten 
was 3°46 per cent. A larger proportion deprives grey cast-iron of its 
lustre, and gives it a dull aspect and an ash-grey colour; a similar 
effect is produced by other earth-metals. Generally speaking, grey cast- 
iron contains more silicium and manganese than the white variety. 
(Karsten. ) 

Arsenic occurs in pig-iron more frequently than is commonly sup- 
posed. It is not evolved in the form of arseniuretted hydrogen gas when 
the iron is dissolved in dilute sulphuric acid, but remains in the black 
residue, from which it may easily be extracted by caustic potash or hydro- 
sulphate of ammonia, and then precipitated by acids in the form of sul- 

_phide of arsenic, or, in the case of the potash-solution, by passing 
sulphuretted hydrogen through the liquid, and boiling. This sulphide of 
arsenic often leaves a small quantity of sulphide of molybdenum when 
distilled. (Wohler, Ann. Pharm, 31, 95.) 

Sefstrom reduced ferric oxide mixed with various foreign substances, ina 
charcoal crucible before the blowpipe, whereby different elements, such 
as phosphorus, sulphur, arsenic, silicium, calcium, magnesium, aluminum, 
and manganese were made to combine with the iron, and alter its pro« 
perties. (For the results of these important experiments, vid. J. techn. 
Chem. 10, 145.) aL Tes 

Cast-iron, when heated in the air, exhibits the same surface-colours as 
steel and bar-iron. White iron shows colour sooner than steel; cast- = 
iron sometimes more slowly than bar-iron. (Karsten.) Cast-iron, by con- 
tinued ignition in the air, is converted from without inwards into scale- 
oxide, the carbon at the same time escaping.—If the ignition be interrupted 
before the white cast-iron is completely converted into scale-oxide, the 
remaining iron, from loss of carbon, is found to be dark-grey, soft and mal- » 
leable like the softest grey cast-iron, but does not appear brittle or porous. 
If it be protected from the air during ignition by covering it with various 
powders, even with charcoal powder, it is converted into the same kind 
of soft cast-iron, without much formation of scale-oxide. The same 
conversion takes place without any formation of oxide, when white cast- 
iron is surrounded with chalk, ashes, or ferric oxide, and ignited in close 
vessels. On this property depends the annealing of iron castings.—Grey 
cast-iron when exposed to the air covers itself with scale-oxide, and at 
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- ‘the same time becomes more and more brittle till it is completely 
oxidized. It likewise passes into a brittle, porous state, when heated 
to redness under chalk, ferric oxide, &c.—If white cast-iron is heated in 
the air till it becomes soft and pasty, it gives up its carbon more quickly 
than when merely heated to redness, and ultimately passes from the steel- 
_ dike state to that of pure iron, without the great loss of iron which is un- 
_-avoidable when the metal is completely fused. Since, however, when the 
amount of carbon is considerable, the pasty condition quickly passes 


into the liquid state, this mode of removing the carbon cannot be applied 


 +to bright iron, which is very rich in that element.—White or grey cast- 


iron, when fused in the air, becomes covered with scale-oxide, and if this 
be constantly removed, the whole of the metal is quickly oxidized; if, 
-however, the oxide be left on the surface, it increases bit slowly, and the 
iron becomes more free from carbon, more like steel, and difficult to fuse. 
—Grey cast-iron fused under a layer of carbonate of potash, soda, lime, 
or magnesia, the temperature being raised as the metal becomes more 
refractory, is converted into perfectly malleable steel-like iron. It 
‘cannot, however, be completely deprived of carbon by this process; 
neither does it take up any alkali-metal. The carbonic acid in the 
carbonates is doubtless converted into carbonic oxide. (Karsten.) 

Nitric acid forms a black spot upon cast-iron, dissolves it with evo- 
-lution of nitrous gas and carbonic acid, and leaves a brown, soft, mouldy 
residue. This latter substance smells like peat when heated, and glows 
_ when set on fire, emitting the same odour and leaving a greyish-red ash. 

Many kinds of this mouldy substance are slightly soluble in water, others 
‘more abundantly, especially in hot water, from which they separate 
partly by cooling, partly by evaporation; but all varieties of it dissolve 
easily in ammonia and potash, forming a black-brown solution, from 
-which acids throw down a precipitate. (Berzelius, Scher. Ann..7, 224.) 
If cast-iron be immersed in water, and nitric acid free from nitrous and 
hydrochloric acid be gradually added so that the temperature may not 
rise above 50°, there remains a black-brown mould, which, when heated - 
in the air, emits fumes of a peculiar but not exactly empyreumatic 
odour, and then burns away with a glimmering light; when subjected to 
destructive distillation, it leaves a residue of charcoal, and yields a dis- 
tillate of ammonia, together with an empyreumatic oil which smells like 
tobacco. (Berzelius, Pogg. 27, 126.)—Cold nitric acid of specific gravity 
1°3 gradually dissolves white cast-iron, with separation of black flakes, 
which if left immersed in the acid, slowly acquire a brown-red colour; 
boiling nitric acid or aqua-regia acts in the same manner, but more 
quickly and with great frothing.—On grey cast-iron, cold nitric acid acts 
but slowly; the softer kinds are affected by the acid in the same manner 
as soft steel—the harder and lighter varieties (e. g..the mottled), like | 
hard steel. , After a time the action ceases altogether, but begins again if 
the graphite-laminz are separated from the iron. Nitric acid is coloured 
bythe mould which it dissolves. Aqua-regia acts in the same manner as 
nitric acid. (Karsten. ) . 

Dilute sulphuric or hydrochloric acid algo dissolves cast-iron—the 
grey more easily than the white—with evolution of hydrogen gas, conta- - 
minated with the vapour of a disagreeably-smelling oil, sometimes also 
containing sulphur and phosphorus, and perhaps mixed with marsh-gas; 
a carbonaceous residue is left, exhibiting three varieties of composition 
and properties. If the hydrogen gas, as it is evolved, is passed through 
alcohol, that liquid takes up the oil (first observed by Proust [Scher. J, 
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9, 480; also Gilb. 24, 293]), which may then be separated from it by 
adding water. When cast-iron is dissolved in hydrochloric acid, more 
hydrogen and less oil are obtained than when sulphuric acid is used; 
part of the oil remains in the carbonaceous residue, and may be extracted 
by alcohol. (Berzelius.) Oil of vitriol through which the hydrogen is 
passed, completely absorbs the vapour of the oil, acquiring a yellow and 
afterwards a deep-red colour. (Schrétter, Ann. Pharm. 39, 302.)-—W hen 
cast-iron is dissolved in hydrochloric acid, there remains a brownish 
residue, which turns light yellow on drying, and when burnt becomes 
black, and leaves a residue of silica. Sulphuric acid leaves a black and 
more copious residue, which also leaves silica when burnt. (Berzelius.) 
—White cast-iron is almost insoluble in dilute sulphuric or hydrochloric 
acid; when immérsed for some weeks in either of these acids, it becomes 
covered with a black dust or mould. Stronger sulphuric acid at a boiling 
heat dissolves white iron, leaving a residue of black carbonaceous matter 
having a metallic aspect [mould ?]; boiling concentrated hydrochloric 
acid dissolves white iron completely.—Grey cast-iron dissolves very 
slowly in dilute sulphuric or hydrochloric acid, and after a few months, 
leaves a residue consisting of three different substances : 1. Graphite, in 
non-magnetic scales, which have a metallic lustre, are insoluble in acids 
and alkalis, and burn without residue. 2. A magnetic, graphite-like 


mass (FeC*) which becomes heated when dried in the air, and is in 


other respects similar to that which is obtained by the same process from 
unhardened steel (p. 210). 3. Black-brown, non-magnetic mould, which 


- burns away below a red heat, and dissolves in caustic potash, form- 
‘ing a black-brown solution. Graphite is never absent from the residue; 


but it is mixed, sometimes with the graphite-like matter, sometimes with 
mould, When grey cast-iron is dissolved in strong sulphuric acid, the 
residue consists of graphite, and black, easily inflammable mould; hot 
concentrated hydrochloric acid dissolves grey iron quickly, leaving a 
residue of graphite. —W hite cast-iron which has been rendered grey and soft 
by continued ignition, comports itself with nitric, sulphuric, and hydrochloric 
acid in the same manner as unhardened steel which has been rendered 


_ denser by hammering. (Karsten.)—T Acccording to Landrock (Arch. 


Pharm [2|, 54, 1), the insoluble residue left by the action of dilute sul- 
phuric acid on cast-iron does not in any way partake of the nature of an 
organic substance; and that which is dissolved out of it by potash is not 
a substance resembling mould or humus, but consists mainly of ferric 


oxide and silica, the ferric oxide being rendered soluble in potash through 


the medium of the silica; the volatile products resulting from the action 


-of the acid are hydrogen, arseniuretted, phosphuretted, and sulphuretted 
‘hydrogen, and sulphurous acid 4.— When the residue obtained on dis- 


solving grey cast-iron in hydrochloric acid is treated with ammonia, it 
rapidly gives off hydrogen, together with traces of marsh-gas, and yields | 
alumina (so far as all kinds of cast-iron contain aluminum) and silica to 
the ammonia. The residue left on dissolving white iron in hydrochloric 
acid, does not effervesce with ammonia, provided no grey-iron was mixed 


with the white. (Schafhautl, briefliche Muttheilung.) I According to 
Hall (Ann Pharm. 74, 112), the evolution of hydrogen in the manner _ 


just mentioned is purely a mechanical phenomenon. The hydrogen is, — 


in fact, mechanically inclosed in the porous carbonaceous residue, and is 


_evolved from it, not only by contact with ammonia, but likewise by boil- 
- ing with pure water. Its liberation by ammonia at ordinary tempe- 


-yatures, probably arises from this circumstance, that the ammonia dis- : 
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‘eclhic the oily hydrocarbon contained in the carbonaceous residue, biseeekee 
wetting and penetrating it completely . 

Daniell (Schw. 19, 202) by dissolving cast-iron in hydrochloric or 
sulphuric acid, obtained a substance which could be eut with the knife, 
and when dried in the air upon blotting-paper, became heated, and, if 
in mass, even took fire spontaneously.—Cannon-balls (not all) which had 
lain for 42 years under sea-water, were found to be converted into a 
substance like plumbago, some to the thickness of half an inch, others to 
the very centre. (Silliman, Stl, Amer. J. 4, 178; also Schw. 85, 481.) 
[| The balls which withstood the action of the sea-water probably consisted 
of white cast-iron. |—Cannon-balls lying in the sea on the coast of Nor- 
mandy, where they had been deposited during a sea-fight in 1692, had 
retained their form and bulk, but lost two-thirds of their weight; ‘they 
yielded to the knife, had no action on the magnet, and no longer con- 
tained metallic iron. (Deslongchamps, J. Chim. Méd. 18, 89.) Balls 
raised at Carlscrona from a ship sunk 50 years before, were found to be 
converted, through one-third of their mass, into a porous, graphitic sub- 
stance, which became strongly heated when exposed to the air for a 
quarter of an hour, so that the adhering water evaporated. (Berzelius, 
Lehrb.)—Sea-water does not extract all the iron from cast-iron, but, like 
dilute sulphuric acid, leaves graphite mixed with a graphitic substance 
(FeC*) which, as it dries in the air, becomes heated even to redness. 
Cast-iron immersed in fresh-water is likewise converted by the carbonic 
acid of the air—though very slowly and with deposition of iron-rust—ito 
the same mixture of graphite and FeC*. (Karsten.) Oxidation of cast- 
iron—even more rapid than in sea-water—likewise takes places at the 
mouths of rivers falling into the sea, where, at the ebb and flow of the 
tide, the lower part of the iron is placed in contact with sea-water, and 
the upper part with river-water, so that a galvanic [| Bucholzian | circuit 
is formed. Foul sea-water acts more strongly, in consequence of the 
hydrosulphurie acid which it contains. The surface of the iron, which, 
by the sudden cooling in moist sand, has been brought to a state approach- 
ing more nearly to that of white cast-iron—resists the action of the water 
better than the interior. (Mallet, J. pr. Chem. 22, 352.)—Aqueous chlo- 
ride of copper extracts all the iron from cast-iron, leaving behind the whole 
of the carbon mixed with copper. (Berzelius, Pogg. 46, 42.)—A similar 
action is produced when cast-iron is placed in contact with a lump of fused 
chloride of silver under water containing a few drops of hydrochloric 
acid. The silver is thereby reduced- (Berzelius.)—The harder kinds of 
white cast-iron placed in contact with water and chloride of silver are 
‘slowly decomposed, leaving a black-brown mould; the softer kinds de- 
compose more quickly and leave graphite, black- brown mould, and the 
graphitic mass FeC*, which, by longer action of the chloride of silver, is 
likewise converted into black-brown mould, though less quickly than in 
dilute acids. Grey cast-iron gives with water and chloride of silver a 
mixture of graphite and FeC*. (Karsten.)—Aqueous solution of iodine 
acts in the same manner as the metallic chlorides. (Berzelius.) 

White or grey cast-iron immersed in charcoal powder and ignited for 
a long time, or fused, takes up from 1 to 15 per cent. more carbon, 
unless it is previously s saturated with carbon like bright iron, and the 
white variety, when heated to redness between charcoal, becomes grey and 
soft. (Karsten.) 

[Upon bar-iron, steel, and cast-iron, see especially Karsten (System der Metal- 
lurgie, 1831-32, Bd. 4; also Schw. 66, 51 and 166). The numerous experiments of 
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Schafhiutl (J. pr. Chem. 19, 150 and 408; 20, 465; 21, 129) are also well worthy of 
notice. ] = ee 

dad. Pure, Saturated Cast-iron.—FeC.—By fusing finely divided iron 
or steel with charcoal once or more, a dark grey, fusible carbide of iron 
is obtained, having a laminar texture, and capable of being pounded in a 
mortar. (Faraday & Stodart, Gib. 66, 183.) Bar-steel fuses to a similar 
compound, if the cementation be carried too far. (Buttery.) The carbide 
of iron obtained by continued cementation of iron with lamp-black, 
resembles ordinary cast-iron in the appearances which it presents at a red. 
or a melting heat, and in its reactions with other bodies. (Karsten.) 
4 atoms of iron strongly ignited or fused with excess of charcoal appear 


- to take up at most 1 atom of carbon. 


Faraday & Stodart. 
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e. Fe?C?,—When Prussian blue is ignited in close vessels, there 
remains a black powder, which, if exposed to the air while still warm, 
takes fire and burns away, yielding carbonic acid and sesquioxide of iron. 
(Proust, Ittner, Berzelius.) Robiquet regards the residue as a mere 
mixture, since it is magnetic, rusts by contact with water, and readily 
gives up its iron to hydrochloric or sulphuric acid, with evolution of 
hydrogen. 

f. FeC:—Ferrocyanic acid or ferrocyanide of ammonium heated in a 
close vessel, leaves bicarbide of iron, which, when strongly heated in 
nitrogen gas exhibits, a glimmering light unattended with chemical 
change. It is a loose, black powder, which, when slightly heated in 
the air, burns like tinder and is converted into ferric oxide of equal 
weight. (Berzelius.) 

g. FeC*’—Sometimes left behind, together with graphite, in the 
action of dilute sulphuric or hydrochloric acid, sea-water, &c., on 
unhardened steel and grey cast-iron; it forms a graphite-like but mag- 
netic mass, which oxidizes in the air with considerable evolution of heat, 
is converted into mould by the continued action of acids, and when burnt, 
leaves from 82 to 94 per cent. of ferric-oxide. (Karsten; comp. pp. 204, 
205, 209, 218).—Berthier (Jahresber. 14,130) obtained a similar mass by 
treating cast-steel with aqueous bromine or iodine in quantity not sufii- 
cient to dissolve the whole of the iron; it was in the form of the iron, 
could be pressed between the fingers, and was magnetic; it was not 
decomposed by excess of bromine or iodine, until all the free iron was 
dissolved. It contained 81:7 per cent. iron and 18:3 carbon; hence its 
formula should be FeC. 


B. CARBONATE OF FERROUS-OXIDE, or FERRous CARBONATE.— 
a. Monobasic.—The anhydrous occurs in the forms of Jron-spar, Spathic 
Iron-ore, Stahlstein or Spheerosiderite, and Junkerite. Iron-spar is isomor- 
phous with calespar. An acute rhombohedron, Figs. 141, 148, 145; 
yr : 7°=72° 58!; v?:75=107° 2’. Cleavage parallel tor. (Hauy.) Spe- 
cific gravity 3°829 (Mohs), 3:872 (Neumann). Harder than calespar; 
white and translucent. In iron-spar, part of the ferrous carbonate is 


‘often replaced by the isomorphous carbonates of lime, magnesia, and 


manganous oxide.—Junkerite forms yellowish-grey rectangular octo- 


hedrons. (Fig. 47.) Cleayage perpendicular to the axis and parallel to 
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two diagonals (angles = 108° 26! and 71° 34), Specific gravity 3°815. 
Harder than calespar. It therefore exhibits with regard to iron-spar the 
game dimorphism that arragonite exhibits with regard to calespar. 
(Dufrénoy, Ann. Chim. Phys. 56, 198; also J. pr. Chem. 8, 261.) Ac- 
cording to Breithaupt (Pogg. 58, 278), on the contrary, junkerite has the 
same form as iron-spar, and the so-called octohedron which it exhibits 
arises from the truncation of an acute rhombohedron, Jig. 153. 
Iron-spar when heated to redness gives off 4 volumes of carbonic acid 
gas and J volume of carbonic oxide, and leaves black magnetic ferroso- 
ferric oxide: 


5FeO,CO? = 3FeO, Fe?0? + 4C0?+ CO. : 


(Dobereiner, Schw. 28, 48.) According to Fuchs, also (J. pr. Chem. 
17, 168) the residue left after the ignition of iron-spar contains much 
more ferrous and less ferric oxide than magnetic iron-ore. % According 
to Glasson (Ann. Pharm. 62, 89), iron-spar when ignited out of contact 
of air, gives off 5 volumes of carbonic acid to 1 volume of carbonic oxide, 
-and the residual oxide consists of 4 FeO, Fe’?O*. {| Hydrate of potash ~ 
likewise converts iron-spar into ferroso-ferric oxide, abstracting the 
carbonic acid and liberating carbonic oxide, but only on the application 
of a considerable degree of heat. (Débereiner.) In damp air, iron-spar is 
-wery slowly converted into hydrated sesquioxide of iron. When heated in 
a current of chlorine gas, it yields a sublimate of sesquichloride of iron 
and a residue of sesquioxide, mixed with protochloride if the quantity of 

chlorine is deficient: 


6(FeO, CO?) +3Cl = 2Fe?03 + Fe®Cl? + 6CO?. 


(Wohler, Ann. Pharm. 29, 253.) Hydrochloric acid dissolves iron-spar 
but slowly, with evolution of carbonic acid. The mineral does not 
dissolve in aqueous hydrochlorate or nitrate of ammonia, (Brett.) 
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_ The hydrated salt is precipitated, on mixing a ferrous salt with 
carbonate of potash or soda, in thick flakes, which, when exposed to the 
air, abstract oxygen and evolve carbonic acid, first assuming a dirty 
green colour, and then changing to yellowish-brown ferric hydrate. 

It is very difficult in preparing this substance (for medical purposes) 
to wash and dry the precipitate without allowing it to undergo the 
change just mentioned, to a considerable extent.—The green vitriol 
used must be perfectly free from ferric sulphate, e. g., that obtained by 
Bonsdorff’s process,—and this salt, as well as the monocarbonate or bi- 
carbonate of soda or potash used as the precipitant, must be dissolved in 
water perfectly freed from air by boiling. (Bicarbonate of potash gives 
a dense pulverulent precipitate: G. Schmidt.) The precipitation is per- 
formed as much as possible out of contact of air, with excess of the 
alkaline carbonate, and for the most part in the cold. Wilkens and . 
Wittstein, however, recommend precipitation at a boiling heat, followed | 
by a quarter of an hour’s boiling, whereby the flocculent precipitate 
collects into a powder which is easier to wash. If, however, the liquid 
contains a‘ large quantity of carbonate of soda, the precipitate turns 
_greyish-black on boiling. (Geiger.) It is washed with boiling water 
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either on a cloth filter, with frequent agitation and straining, and lastly 
pressed between bricks (Bolle); or, by Schindler’s method, in a bottle 
with the bottom cut off and bound round with linen, and having a long 
tube filled with boiled water adapted to its mouth, as in Real’s press 
(Wilkens); or it is washed by decantation in a stoppered bottle kept 
constantly full of water freed from air by boiling.—The precipitate, after 
thorough washing, is either quickly introduced into a bag of bibulous 
paper, and the whole tied closely up in a moist bladder and dried between 
50° and 60° (Wilkens); or inclosed in a bladder without the paper 
(Daum). Or the precipitate, after thorough washing by decantation, is 
agitated with alcohol instead of water, the liquid decanted, and the wet 
mass introduced into a tubulated retort, previously connected air-tight 
with a receiver which has been exhausted of air as completely as possible 
by burning alcohol in it. The tubulus of the retort having been stopped 
and a gentle heat applied, the alcohol passes over and the residue 
becomes dry. If too strong a heat be applied, the carbonic acid escapes. 
(Folix.) Or the moist precipitate, after having been covered with ether 
in a retort, is dried at a gentle heat in a distillatory apparatus filled with 
ether vapour (p. 171), after which dry carbonic acid gas is then made to 
pass through the apparatus; by this treatment, the precipitate is rendered 
somewhat less liable to change by exposure to the air. (G. Schmidt.) 

The preparation, when tolerably successful, is a greenish-white or 
dark green, rather heavy, finely divided, and tasteless powder, containing 
from 24 to 30 per cent. of carbonic acid. When ignited out of contact of 
air, it yields water, carbonic acid and carbonic oxide, and leaves 
magnetic ferroso-ferric oxide, which, after cooling in air-tight vessels, 
takes fire on exposure to the air. The moist powder becomes perfectly | 
dry after exposure to the air for some days, giving. off carbonic acid and 
being completely converted into ferric oxide. When not well dried, it 
oxidizes quickly in the air, becoming very hot and giving off vapour of 
water. But if mixed with sugar while in the moist state, it acquires a 

coating of syrup which renders it more permanent. (Klauer.) When 
treated with hydrochloric acid, it rapidly evolves carbonic acid. (Comp. 
J. A. Buchner, Daum, L. A. Buchner, Wittstein, F. W. Schmid, Repert. 
16,.235; 41, 279 and 285; 61, 210; 67,270; Bolle, Berl. Jahrb. 33,1, 124; 
Folix, Br. Arch. 38, 149; Wilkens, Klauer, Ann. Pharm. 10, 86; 
19, 129; Vallet, J. Pharm. 24, 289.) 

6. Acid salt, Aqueous solution.—Formed by dissolving the normal salt 
—or metallic iron, which dissolves with evolution of hydrogen—in 
aqueous carbonic acid, out of contact of air. The colourless solution, — 
which has a slightly ferruginous taste, is decomposed with precipitation 
of hydrated ferric oxide, if the air has access to it even but sparingly; it 
yields a black precipitate with hydrosulphuric acid, and, according to 
Pfaff, a purple precipitate with tincture of galls. According to Vauquelin 
(J. Pharm. 13, 266), the black precipitate with hydrosulphuric¢ acid is not 
produced till the solution has been exposed to the air for some time; it 
then forms as the carbonic acid escapes. To preserve chalybeate water 
in vessels, they must first be filled with carbonic acid gas, then filled 

- below the surface of water with the chalybeate, and lastly corked under 


*water. A less efficient mode of preservation is the introduction of iron- 


wire or of 4 grains of sugar. In sugared chalybeate water, hydrosul- 
phuric acid and sulphide of iron may be detected after the water has 
been kept for a year. (Bischof, Schw. 57, 26; J. pr. Chem. 1, 341.) 
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Been, ee to: Rethedeows experiments, no ate Saute. as + Borde 
6OF: Tron appears to exist (vid, IJ.,-100).. The so-called horide. of: iron: 

_ whieh Lassaigne_ (J. Chim. Méd. 3, 585). obtained by igniting borate of. © 
ferric oxide in a current of. hydrogen was ae a mere mrcture: a oa 
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BS Borate OF Ferrous Oehe: Or Ferrous iferiee: Rime. added’ 

- to solution of ferrous sulphate throws down a pale yellow powder, which ~ 
melts before the ‘blowpipe to a bead (Scheele), and from which a large ~ 
= .° quantity of.acid may be extracted by water. According to Tiinnermann .: 
— (Kastn. Arch. 20, 21); the. abe ane is pidani se) and eves up ally 
Be its: acid when washed, | * af 
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ce . & ie Seren of Iron.—a, Fe'P.—Found by estoy (Ojruses 4, ae 
eee 3.2 160) and Meyer in cold-short iron, and regarded as a peculiar metal, for. . 
- *. which the name Siderum or Hydrosiderum wags proposed:. it:.was: aheene: a 
>. wards: recognized as phosphide of iron by Meyer, Klaproth, and Scheele. Pa 
Files Prepared: by passing phosphorus vapour over red-hot iron filings, OF. 
_ . throwing pieces. of phosphorus upon them. (Hatchett.)—2. By. igniting > > 
iron filings with an equal-weight of glacial phosphoric. acid, either with = 
or without’, pat of charcoal dust. (Pelletier.) Qr by exposing.8 parts — - 
- _ .of iron filings, 10 bone-earth, 5. fine quartz-sand, and.1 charcoal- -powder Bas 
- to.a heat: sufficient to melt the silicate of lime, (Wohler, )—3. By igniting .- 
+ phosphate of ferrous oxide with 1 its weight of lamp-black. With. a. > 
>. larger quantity of lamp-black, a mixture of phosphide and carbide.of iron. 
-. 4g obtained (the latter may be dissolved out by hydrochloric acid); but - 
ee half of the phosphorus always volatilizes during the operation. (Berzelius.) | sy 
~~. Colour dark. steel-grey (H. Davy); white, streaked on the fractured ~ 
surfaces (Hatchett).- Pulverizable; specific gravity 67... According to 
te) Hatchett, it is ‘magnetic: and may be made polar.’ According’to Berzelius, °*. 
.. on ‘the contrary, it is non-magnetic; hard and susceptible of polish; 
brittle, with granular fracture ; sometimes Mid esa in’ Ue cas ater © oe 
ae ; pase inuchi more ey than cast-iron. 
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3 Two-thirds Phosphide. PoP? _2 Formed by passing  Phosphuretied mS a 


| : boner gaac over ee tly heated iron, ‘pytites: 
: ~ 1 S: 8FeS?+ PH! = FetP? + HS. ae | 
: The pal araiea compound gives a phosphorus Hani feftie’ the Bewplver 


_ It dissolves in. nitric-acid and aqua-regia; but not in hydrochloric acid ahs tt 


Sees when concentrated. 5 Rose, oe 24, 333.) : 
sid : H. Rose.” ; 
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| 'B: Ce ee oF * Fernots Oxie, or Ponndee a ehbenseesein, 
ae dissolves'in aqueous. hypophosphorous acid out: of contact of air, 


_ with evolution of hydrogen gas. The solution evaporated in vacuo. yields taht 
“a light ‘green, crystalline mass which when heated 1 in a retort bokevee like 


F We zinc-salt, (H. Rose, Pogg.. 12, 294:) 


6. Hestonernins OF Ferric Osan: or iwi Hesodnpaveuie a 
- Hydrated. ferric oxide. dissolves sparingly in the cold acid; but without — - 


“Fiction to the state of ferrous oxide, and forms a white ‘salt-which is 
 difficultly soluble in the. free acid, and when heated gives off easily 
inflammable -phosphuretted — hydrogen. On boiling the hydrated oxide 


- with the acid, a solution of ferrous sl i toe tt is SL aabiatcr while ferric 


‘ re is precipitated.. 


A D. ‘PHosParcn OF Fukaove Oaiban or fiesore ‘Paauen tee is Roritiod 
; by precipitating green vitriol with terchloride of phosphorus dissolved: in 


_ water.-and neutralized by ammonia—washing the precipitate, which is. | 
- white, but soon acquires a slight greenish colour, with boiling water—and — 


drying it’ m vacuo, During this treatment, the superficial portions 


- become oxidized and converted into brown- red basic phosphate of ferric. 
- oxide. The filtrate, when kept ima’ close vessel, deposits a small © 
additional quantity of the salt, and then becomes slightly turbid on 
4 boiling: <The dried salt, when ionited i in aretort, gives off purehydrogen 
“gas with. incandescence and leaves: diphosphate of ferrous. oxide. -The. .. 
Becee contains (besides 0/12 p. ¢, of a black phosplorous-compound — _ 
 insoluble.in hydrochlori¢ acid) 53°65 per cent. of peiiae beac and ao 35 : 


ee acid. (i. “Sige lg 9, oe 


et gt a9- 


oof vay led mixed with water and atimonia yields: with double 
_ Sulp! 


excess of the iron-salt; this precipitate must be washed with cold water: =: 
and dried: in vacuo. The liquid ‘filtered from the precipitate depositey 00°, 
after: ane . a a. oe i Giese of the ball be a ed 
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ate of ferric oxide and. ammonia, a white precipitate soluble in 
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colour.—The white salt when heated to redness in a retort, exhibits a 
glimmering light, gives off hydrogen gas—which contains phosphorus’ 
and therefore gives a precipitate with silver-solution, but does not take fire 
spontaneously in the air—and leaves a white residue dotted with black 
specks. These spots are due to the presence of a small quantity of a 
black phosphorus-compound amounting to 0°9 per cent.; the hydrochloric 
acid solution of the residue yields a quantity of ferric oxide amounting 
to 52°46 per cent. of that residue, in which, however, it existed partly in 
the state of ferrous oxide. (H. Rose.) | 


F. PHospHATE oF Frrrovus Oxipr, or Frrrovus PuosPpHatr. — 
a. Terbasic.—Found in the hydrated state, as Blue Jron-ore or Vivianite. 
— Crystalline system, the oblique prismatic. fig. 81, 82, and other forms. 
wu’: w=111° 6; 4 : m= 125° 18’; Sp. gr. 2°6. - Softer than calespar. 
Indigo-blue, producing a light blue powder; transparent, with a pearly 
‘lustre. Fuses very readily before the blowpipe, with intumescence and 
loss of water, forming a grey, shining, magnetic bead, and imparting a 
bluish-green colour to the flame. Boiling potash-solution extracts phos- 
phoric acid from it and turns it black. Easily soluble in hydrochloric or 
nitric acid. 
~ Earthy Phosphate of Iron, or Blue Iron-earth, appears likewise to 
belong to this head; as this mineral is often white when first dug up and_ 
afterwards turns blue on- exposure to the air, it is probable that the 
blue colouring is due to the presence of a certain quantity of ferric. 
phosphate. | cee Ba 


3FeO, cPO5 + 8Aq. a bore: d 27 9 
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a, Vivianite from St. Agnes in Cornwall, according to Stromeyer.— 
6. From Bodenmais, according to A. Vogel.—c. From the Isle of France, 
according to Fourcroy & Laugier.—d. From the Mullica Hills, New - 
Jersey (the so-called Mullicite), according to Thomson.—e. From Kertsch, 
in the Crimea, according to Segeth.—f Blue Iron-earth from the - 
Hagenbruch, near Brunswick, according to Wiegemann.—g. Blue Lron- 
earth from Alleyras, according to Berthier. 
A pit in a town had been filled for centuries with heaps of bones, | 
wood, gneiss, &e. On the carbonized pieces of wood, and likewise on the 
micaceous laminz of the gneiss (which contained iron), but not on the other 
constituents of it, were seen white crystals of ferrous phosphate which 
turned blue on exposure to the air.—Iron plates immersed in aqueous 
phosphate of ammonia become covered with white crystalline ferrous 
phosphate.—If the arm a of the bent tube (App. 4) contains solution 
of blue vitriol, together with a copper rod, the arm 6 containing ‘phosphate - 
of soda with an iron rod, and if the two liquids are separated at kh by © 
moist clay, and the iron is placed in connexion with the copper, white — 
crystalline nodules, which quickly assume a fine blue colour on exposure 
to the air, are formed upon the iron. (Becquerel, Ann. Chim. Phys. 54, 
149.)—T Some iron nails found in the stomach of an ostrich and partly | 
enveloped in black animal matter, became covered, after several days’ 
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exposure to the air, with blue spots, which appeared to arise from the . _ 


formation of triphosphate of ferrous oxide (Vivianite). (Schlossberger, 
Ann. Ch. Pharm. 62, 382.) Hardinger (J. pr. Chem. 44, 81) mentions 
the occurrence of crystallized Vivianite in the hollow of a bone in the 
skeleton of a miner found in an old working at Tarnowitz. 9 ) 

6.. Bibasic ?—Ordinary diphosphate of soda gives a white precipitate 
with ferrous salts. The precipitate acquires a dirty bluish-green colour 
on exposure to the air. It fuses readily before the blowpipe, and solidi- 
fies in a crystalline mass on cooling: it is not reduced to the state of 
phosphide of iron when heated on charcoal alone, but only on the addition 
of carbonate of soda. (Berzelius.) It is insoluble in water and in ammo- 
niacal salts, but dissolves in aqueous acids and in ammonia. The solution | 
in ammonia is of a dingy-yellow colour; and when exposed to the air, 
exhibits first a greenish, and then a brownish turbidity. 

c. Acid Phosphate-—Aqueous phosphoric acid dissolves iron with 
evolution of hydrogen gas, forming an acid salt at first, but afterwards 
the more neutral salt is deposited in the form of a greyish-white substance. 
(Scheele.) The solution yields, with ammonia, a greenish precipitate, 
soluble in excess of ammonia. (A. Vogel.) 


- 9 G. PyropHospHATE oF Ferrous Oxipr, or Ferrous Pyrro- 
PHOSPHATE,—A ferrous salt mixed with pyrophosphate of soda yields a 
white, amorphous precipitate, which, when exposed to the air, immediately 
-turns green, and afterwards brown. (Schwarzenberg, dnn. Pharm. 65, 

153.) 7 


H. PuospuHate or Ferric Oxipe, or Ferric PaospHate.—a. Poly-'— 
basic.—Remains in the form of a red-brown, somewhat fusible powder, 
when the sesquiphosphate is boiled with caustic potash. (Fourcroy & 
Vauquelin.) ~ | 


* Limonite, Bog Iron-ore (Raseneisenstein, Sumpferz, Wiesenerz).—Brown, 
with conchoidal fracture, fusing at the edges before the blowpipe. A 
mixture of bibasic(?) phosphate of ferric oxide, silicate of ferric oxide, 
humus-like ferric oxide, hydrated ferric oxide, quartz-sand, &c. in variable 
proportions. The quantity of phosphoric acid in it varies from 1°8 to 
11 per cent. | oe Ae | 

b. Bibasic.—a«. Ore from the Dpt.de la Haute Vienne. Brown needles 
arranged in radiated masses, producing an olive-green powder, and fusing 
before the blowpipe to a black opaque glass. (Vauquelin, Ann. Chim. 
Phys. 30, 202.) Of similar nataré“is-Green Iron-stone, (Karsten, in his 
Archiv. 15, 243.) 2 rine 
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@. Ore from Bernean, in the district of Liege. Kidney-shaped, with | 


a conchoidal, waxy fracture. Sp. gr. 1:85. Blackish, reddish, or yellow- 
ish brown; yields a brownish-yellow powder. ‘Translucent at the thim 
edges. Decrepitates before the blowpipe, and yields a grey, magneti¢ 
bead: Falls to pieces in water; easily soluble in dilute hydrochloric acid. 
(Delyaux, Bull. de? Acad. de Brumelles, 1838, 147; Dumont, Pogg..47, 496.) 
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In the analyses, an admixture of 10 or 11 per cent. of panhonate of lime : 
ond between 0°5 and 3°6 of silica has been deducted. =~ eee) 


Delvaux.! Dania 


Sate Approximate Calculation. Black-brown. Red-brown. 
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- Beraunite, which crystallizes in ill-defined rhombic prisms, contains a 
tolerably large quantity of water, together with ferric phosphate free from 
ferrous oxide. Sp. gr. 2°878. Colour, hyacinth-red; translucent, with a 
pearly lustre. Fuses readily before the blowpipe, and dissolves easily i in 


hydrochloric acid, leaving only a trace of silica. (Breithaupt & Plattner, | 


J. pr. Chem. 20, 66. ) 

On Karphosiderite, vid. Breithaupt. (Schw. 50, 814. ) 

Melanchlore from Rabenstein, which has a density of 3:38, fuses readily 
before the blowpipe into a black magnetic bead, and is easily soluble in 
warm hydrochloric acid. Contains, besides impurities, about 3°87 per 


cent. of ferrous oxide, 38:9 ferric oxide, and from 25:5 to 30:3 phoRRuEHS ' 


acid. (Fuchs, J. pr. “Chem. 1 Met eg Be 


c, Sesquiphosphate.—By presoilaiey sesquichloride of iron with. 


ordinary diphosphate of soda: 
2Fe?Cl8 + 3(2Na0, oPO8) = = 2F 203, 3eP05 + 6NaCl. 


This calculation, however, is not in accordance with A. Vogel’s analysis, 
which gives 37 per cent. ferric oxide, 38 acid, and 24 water. The white 


flocculent precipitate retains its colour when dry; but at a red-heat it— 


gives off water, turns yellow, and afterwards fuses to.a grey bead. (Berg- 
man, Opusc. 3, 118.) With carbonate of soda upon charcoal, it yields 


phosphide of iron. (Berzelius.) Caustic potash immediately colours the 
precipitate red-brown, by withdrawing the greater part of its acid, but 
does not dissolve any ‘ferric oxide, Ammonia exhibits the same reaction, 
provided no phosphate of soda is present in excess; in the latter case, the 
ammonia turns the precipitate brown and then dissolves it, forming a red- 


brown solution. The ammoniacal solution. remains clear when mixe 
with ferrocyanide of potassium, but yields Prussian blue on the addition 
of an acid. (H. Rose, Pogg. 43, 587.) The salt can only be separated 


from the ammoniacal solution by evaporation. . (Débereiner, Schw. 26, ' 


271.) Carbonate of ammonia likewise dissolves the precipitate. (Berze- 


 lius, Pogg. 27, 131.) When immersed in carbonate of soda, it slowly 


acquires a red-brown colour, and dissolves partially in a large excess of 
the liquid. (H. Rose.) The salt dissolves in 1500 parts of boiling water, 
and easily in dilute acids. (Bergman.) It does not dissolve in cold acetic 
acid, or in aqueous ammoniacal salts. (Wittstein, Repert. 63, 224.) The 
freshly precipitated salt dissolves slowly in warm aqueous sulphurous acid 
sylphite of ammonia, the ferric oxide being reduced to the state of 
: ferrous’ oxide. (Berthier.) 

d. Biphosphate ?—The solution of the salt ¢ in aqueous phosphoric 


acid, when kept for a year in close vessels, yields small, translucent, taste- 


less cubes, having a vitreous lustre (sometimes with a pale rose- colour, ee 


arising from the accidental presence of manganese). “When heated, they 
give off water, and leave a dirty white, opaque mass, which, at a bright , 
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red heat, fuses to a grey slag. They are insoluble in water, but dissolve 
In ammonia, forming a red solution, and very easily in hydrochloric acid, 
forming a light brown solution. (Winckler, Repert. 88, 197.) 


EY Approximate Calculation. ‘Winckler. 
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| I. PyropHospHaTE oF Ferric Oxip#, or Ferric PyropHospHATE. 
—Obtained by dissolving sublimed sesquichloride of iron in water, and 
precipitating by phosphate of soda; the supernatant liquid is neutral. 
Nearly white powder, having a slight yellowish tinge, which deepens at 
100°, and becomes lighter again after ignition. Dissolves in acids and in 
phosphate of soda, likewise in ammonia; in the latter it forms a yellow 
solution. Insoluble in hydrochloric acid, sulphurous acid, and _sal- 
ammoniac.. On dissolving it in hydrochloric acid without boiling, and 
precipitating by ammonia, the precipitate dissolves completely in excess 
of ammonia. Carbonate of ammonia dissolves it, forming a colourless 
_ solution, whereas the ordinary phosphate forms a yellow solution. It is 
~ completely decomposed by fusion with a mixture of carbonate of soda and 
carbonate of potash. The salt, after drying at 100°, lost by ignition 
17°66 p.c. of water, and the ignited salt was found to contain 41°7 


Fe?0?+58°3 PO®, These numbers accord with the formula 2F'e*0*,36PO* 


+9 Aq. 

-Acid sesquichloride of iron, precipitated by pyrophosphate of soda, 
yields, not pyrophosphate of ferric oxide, but an ordinary phosphate, 
containing 1 atom of base to 1 atom of acid; in 100 parts : 61°66 Fe*O*+ 
48°34 PO®. This salt, when boiled with ordinary phosphate of soda, does 
not yield pyrophosphate of soda, as is the case with the preceding. 
(Schwarzenberg, Ann. Pharm. 65, 153.) | | 


K. MetrapnospHatr or Ferric Oxipe, or Ferric MerarHosPHAteE. 


—Formed by mixing sesquichloride of iron with excess of’ dilute phos- - 


phoric acid, evaporating to dryness, and heating the residue in a platinum 
capsule to 316°.. White powder, insoluble in water and in dilute acids, 
but soluble in strong sulphuric acid. Contains 26°35 per cent. of Fe?0%, 
. ase to the formula, Fe*0*,3PO0° (Maddrell, dun. Pharm. 61, 
59.) = 


TRoN AND SULPHUR. © 


A. Onz-nrcuTa Sunpuipe or Iron.—Formed by passing hydrogen 
gas over red-hot disulphate of ferric oxide; water is formed, sulphurous 
acid and a large quantity of hydrosulphuric acid given off,—and there 
remain 59°52 parts of sulphide of iron for every 100 parts of the dry salt 


used. Blackish-grey powder, producing a grey metallic streak. Contains 


27 parts of iron to 2 pts. sulphur. When treated with dilute acids, it 
» yields 7 volumes of hydrogen gas to 1 volume of sulphuretted hydrogen, 
(Arfvedson, Pogg. 1, 72.) ed 


B. Disuteuipe or Iron.—100 parts of anhydrous sulphate of ferrous 


oxide, decomposed by hydrogen gas at a red heat, yield at first sulphurous ~ eS, 


acid and water, then hydrosulphuric acid, and leave 46°74 parts of disul- 
3 ee oe 
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phide of iron. Dark gréy powder aggregated in lumps, strongly attracted 
by the magnet; contains 27 iron to 8 sulphur. Hydrosulphuric acid gas, 
- passed over it at a red-heat, converts it into the sulphide of iron, corres- 
ponding to magnetic pyrites, whereby 35 parts are increased to 45. 
Dissolvyes in aqueous acids, with evolution of 4 vol. hydrogen gas to 1 vol. 
hydrosulphuric acid. When a mixture of 20 parts protosulphide of iron 
and 12 of iron wire is fused in a charcoal crucible, 2 layers are formed, 
the lower of which is cast-iron containing 2°5 per cent. of sulphur—from 
admixture of sulphide of iron—while the upper layer consists of proto- 
sulphide of iron mixed with a small quantity of cast-iron, often distin- 
guishable by the eye..(Berthier, Ann. Chim. Phys. 22,241.) Perhaps 
the presence of carbon hindered the formation of a lower sulphide; for, 
according to Berzelius, protosulphide of iron dissolves metallic iron at a 
strong heat, producing a lower sulphur-compound. 


C. ProrosuLPHIDE oF Iron, or Ferrous SuLpHIDE.—Occurs in small 
quantities in many meteorites; sometimes formed by the reducing action 
of putrefying organic bodies on ferrous sulphate contained in well- 
_ waters,—but under such circumstances it is always mixed with a higher 
sulphide. (Berzelius.) Heated iron-wire burns vividly in sulphur vapour 
(II, 221). A mixture of iron-filings and sulphur glows vividly when 
heated. Sulphur pressed against red-hot bar-iron (not cast-iron) per- 
forates it by forming sulphide of iron, (Evain, Ann. Chim. Phys. 25, 
106; also Schw. 43, 330.)—Preparation.' 1. Iron-plate cut into strips is 
gently heated in a covered crucible with sulphur not in excess, and the 
resulting sulphide separated by bending the iron. Sulphide of iron thus 
obtained is free from excess of sulphur. If the heat applied is too 
strong, the sulphide fuses together with the remaining iron; if the sul- 
phur is in excess, magnetic pyrites is formed. (Berzelius.)—2. By ignit- 
ing iron-filings with two-thirds their weight of sulphur in a covered 
earthen or cast-iron crucible. The iron-filings are either disposed in a 
layer above the sulphur or the two are mixed (II, 221,a and 6). In 
- either case, the crucible is surrounded and covered with dead coals, and a 
few live coals laid upon the top; as soon as the whole is. red-hot, the 
door of the furnace is closed. (Proust, J. Phys. 91, 271.)—8. Sulphur is 
held against a red-hot iron-bar, and the sulphide of iron, as it runs off, 
allowed to drop into water; or a bar of iron is repeatedly heated to 
whiteness and dipped into melted sulphur contained in a cast-iron crucible 
and frequently renewed. (Gahn.)—4. A finely divided mixture of scale- 
oxide of iron and sulphur is heated to redness.—5. Iron pyrites is heated 
to redness, either alone or with a small quantity of iron-filings. The 
methods 2, 3, 4, and 5 may likewise yield the following sulphur com- 
pound, corresponding to magnetic pyrites; but when sulphide of iron ig 
heated till it fuses, the residue, according to Bredberg, always consists of 
protosulphide of iron.—6. By igniting anhydrous ferrous sulphate in a 
crucible lined with charcoal. The product contains, however, only 34 
_ per cent. of sulphur, likewise more or less carbon. (Berthier, Ann. Chim. 
Phys. 22, 241.)—7. By igniting 1 part of iron-filings with 1 part of 
charcoal-powder and 4 parts of lead-sulphate, whereby metallic lead is 
obtained at the same time. (Fischer, WV. 7’r. 6, 1, 298.) — Yellow, with 
metallic lustre; yields a yellowish powder; it is attracted by the mag- 
net. The protosulphide obtained by fusing iron pyrites is less hard 
than the bisulphide, and, on exposure to the air, crumbles to a bulky 
powder which emits a disagreeable odour when touched with wet hands, 
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(Bredberg, Pogg. 17, 271.)—When iron pyrites is ignited in a current of | 


hydrogen gas, the protosulphide is obtained in the form of a blackish- 
‘grey, non-magnetic powder, which dissolves in hydrochloric acid without 
separation of sulphur, and at the same time gives off pure hydrosul- 
phuric acid gas. (H. Rose, Pogg. 5, 533.) The protosulphide obtained 
by igniting magnetic pyrites in hydrogen gas is non-magnetic. (Count 
Schaffgotsch, ) 

Bucholz & Vau- 
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Protosulphide of iron gives off no sulphur when heated, even to white- 
ness, in a close vessel; and, when raised to a white heat in a charcoal 
crucible, it increases but slowly in weight. (H. Rose.)—When gently 
heated in the air, it is partly converted into sulphate of ferrous oxide; 
but at a stronger heat, sulphurous acid is evolved and ferric oxide remains 
behind. With nitrous acid it evolves nitrous gas, ferric oxide and sul- 
phuric acid. being formed and sulphur separated.—It dissolves in dilute 
Sulphuric or hydrochloric acid, with evolution of pure hydrosulphuric 
acid gas perfectly soluble in caustic potash, and without separation of 
sulphur. (Berzelius..—Aqueous vapour passed over red-hot sulphide of 
iron converts it, with evolution of much hydrogen and sulphuretted 
hydrogen gas, into a black and partly magnetic mass. The water forms 
with the sulphide of iron, hydrosulphuric acid and ferrous oxide, which, 
by further decomposition of water, yields hydrogen gas and ferroso-ferric 
oxide; but a portion of the sulphur remains, even after three-hours’ 
ignition. (Regnault, Ann. Chim. Phys. 62, 379.)—Chlorine gas does not 
decompose cold sulphide of iron; but that compound, when heated in the 
gas, yields chloride of sulphur and sublimed sesquichloride of iron. 
(H. Rose, Pogg. 42, 540.)—Protosulphide of iron, heated to low redness 
with once or twice its weight of carbonate of soda or potash, fuses into a 
black, crystalline, highly magnetic mass, from which water extracts 


sulphide of sodium or potassium, with a trace of sulphuric acid. 43 pts. 


(1 At.) of sulphide of iron heated to whiteness in a charcoal crucible 
with 53 pts. (1 At.) of dry carbonate of soda, yields 21 parts of cast- 
iron and a black laminar slag. Baryta and lime behave in the same 
aanner, only that the viscidity of the slag prevents the iron from fusing 
jnto a mass. (Berthier, Ann. Chim. Phys. 31,170.) When protosulphide 
of iron is fused with 30 times its weight of protoxide of lead, the whole 
of the sulphur is given off in the form of sulphurous acid, metallic lead is 
separated, and a fused mixture of protoxide of iron and protoxide of lead is 
produced. 1 part of sulphide of iron, heated with 5 parts of litharge, boils 
up, fumes, and forms a pasty semifluid mass, which, on cooling, solidifies into 
a metal-grey, homogeneous, highly magnetic slag, containing sulphide of 
jron and sulphide of lead—With 10 parts of litharge, the mixture swells up 
strongly, becomes very fluid, and yields 3-6 parts of lead, together with 


a metal-black, magnetic slag. With 25 parts of litharge, the mixture 


yields 6-7 parts of lead and a dense, glassy, red, transparent slag. A 
mixture containing 30 parts of litharge, yields 7 parts of tolerably pure 
lead, and'the slag, which has the same appearance as that last mentioned, 
no longer contains any metallic sulphide. (Berthier, dnn. Chim. Phys. 
39, 253.) Ce i paene 
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Hydrated Protosulphide of Iron, or Hydrosulphate of Ferrous Oxide. 
1. Alkaline hydrosulphates form with ferrous salts a black flocculent 
precipitate.—2. Twenty-seven parts of iron-filings and 16 parts of sulphur 
made into a paste with water, and kept out of contact of air, aggregate 
into a black mass, with strong evolution of heat; this effect takes place 
more quickly on the application of heat.—3. Iron-filings in contact with 
sulphuretted hydrogen water liberate hydrogen gas almost free from 
sulphur, and turn black; part of the resulting hydrosulphate of ferrous 
oxide dissolves in the water. (Vauquelin.)—The black compound oxidates 
quickly in the air, forming water, ferric oxide, and sulphur or sulphuric 
acid; and, even if it be kept for several weeks before being exposed to 
the air; the action is attended with an evolution of heat, which, if the 
mass is considerable, may even produce inflammation. The Artifical 

Volcanos of Lemery are formed by mixing several pounds of iron-filings 
with 4 to 2 of its weight of sulphur, making the mixture into a paste 
with water, and burying it in the ground.—Hydrated protosulphide of 
iron decomposes the salts of cadmium, lead, copper and silver, precipitat- 
ing the metals as sulphides. (Anthon.)—It dissolves in dilute acids much 
more quickly than the anhydrous sulphide, and with violent evolution of 
sulphuretted hydrogen.—It dissolves in small quantity in water (espe- 
cially in hot water: Berzelius), forming a solution which has a dark green 
colour and inky taste. (Vauquelin, Scher. J. 6, 63; also Gb. 9, 42.) 
The presence of hydrosulphuric acid or hydrosulphate of ammonia in the 
water prevents the solution; and any sulphide of iron previously dissolved 
in pure water is precipitated on the addition of hydrosulphate of ammonia 
and the application of heat. (Berzelius.) According to later investigations 
of Vauquelin (J. Pharm. 13, 266), iron-filings and sulphuretted hydrogen 
water, placed together in a close vessel for four-and-twenty hours, yield, 
after filtration, a colourless solution which blackens quickly on exposure 
to the air. According to O. Henry (J. Pharm. 24, 118), when a solution 
of green vitriol is precipitated with excess of aqueous sulphide of calcium, 
a small quantity of iron still remains dissolved. , , 

_ The black mud at the bottom of drains contains hydrated sulphide of 
iron, probably formed by the putrefaction of organic substances in contact 
with the ferric oxide of earthy matters, and to this it owes its black 
colour and peculiar smell. Hence, when exposed to the air, it loses its 
odour and colour, and afterwards resembles ordinary vegetable mould. 
With hydrochloric acid it evolves abundance of sulphuretted hydrogen; 
to boiling potash it gives up sulphuretted hydrogen together with organic 
matter. The black colour of the soil in privies, pits, ponds and morasses, 
and of the sand between the pavement of streets [also of feeces after the 
administration of medicines containing iron] is likewise due to hydrated 
sulphide of iron. (Braconnot, Ann. Chim. Phys. 50, 213.) } 


D. H1gHt-sEVENTHS SULPHIDE oF IRon.—Found native in the form 
of Magnetic Pyrites. This mineral crystallizes in forms belonging to 
the hexagonal system. Jigs. 132, 185, 1386, 187, 188 and others. p:r 
(Fig. 182)=102° 13’; p:r (Fig. 186)=105°. Cleavage parallel to p. 
Harder than calespar; sp. gr. 4°5 to 4°7; brittle; with conchoidal frac- 
ture. Colour varying from bronze-yellow to brown; powder greyish- 
black. Acted on by the magnet, and often itself magnetic. According 
to Berzelius, it does not give off sulphur when ignited out of contact of 
air. Fuses on charcoal before the blowpipe, forming a greyish-black, 
strongly magnetic globule. When roasted in the state of fine powder, it 
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is converted into pure ferric oxide. When ignited in a current of hydro- 
gen gas, it loses so much sulphur that it is converted into the proto- 
sulphide. (The same result was obtained by Plattner, Pogg. 47, 369.) 
It likewise gives up its excess of sulphur to boiling caustic potash, while 
a mass resembling the hydrated protosulphide remains behind. (Count 
Schaffgotsch, Pogg. 50, 533.) When heated to whiteness in a charcoal 
érucible, it diminishes in weight but slowly. It exhibits the same decom- 
positions as the protosulphide, excepting that, when it is dissolved in 
dilute hydrochloric or sulphuric acid, not only is hydrosulphuric acid 
gas evolved, but sulphur is likewise precipitated in the form of powder. 
(Stromeyer.) The separated sulphur is dark grey, because it contains 
undecomposed sulphide of iron. (Schaffgotsch.) 

According to Berzelius, the same compound, and not the proto- 
sulphide, is formed by igniting iron or the scale-oxide with excess of 
sulphur, by heating iron pyrites to redness, and by igniting the one-eighth 
sulphide or the disulphide of iron in hydrosulphuric acid gas.— The arti- 
ficial compound is brownish bronze-yelluw and susceptible of magnetic 
action, and, according to Hatchett (Gib. 25, 58), may likewise be ren- 
dered permanently magnetic. 

Schaffgotsch.  H. Rose. Stromeyer. 
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For analyses of magnetic pyrites, in which a small part of the iron is replaced by nickel, 
. vid. Th. Scheerer (Pogg. 58, 318), and Berzelius (Jahresber. 21. 2,184). 


KE. SEsquisuLPHIDE oF Iron, or Ferric Sunpoipe.—1. Formed by 
heating protosulphide of iron mixed with sulphur to very low redness, 


till the excess of sulphur is expelled. (Proust, Scher. J. 10; 54; also Gilb. - 


25, 54. Bucholz & Gehlen, WV. Gehl. 9, 291.)—2. By passing hydrosul- 
phuric acid gas-over ferric oxide heated not above 100°, as long as water 
-continues to be formed. The transformation goes on without any altera- | 
tion of form; the artificial hydrated sesquioxide is decomposed, even at 
ordinary temperatures, with slight evolution of heat, only requiring the 
heat of a water-bath towards the end of the operation; the moisture is 
afterwards driven off in vacuo. (Berzelius.)—Greenish-yellow (Proust); 
yellowish-grey (Bucholz & Gehlen, Berzelizs); acquires a higher polish 
under the burnishing steel, and when gently heated in vacuo, becomes - 
yellower and more lustrous (Berzelius). Magnetic, according to Proust; 
non-magnetic, according to Berzelius. | 
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- By stronger ignition it gives off sulphur, and is reduced to the eight- 
sévenths sulphide. In the dry state it remaing unaltered in the air; but 
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if exposed while yet moist—as in the state in which it is obtained by the 
action of surphuretted hydrogen on ferric oxide at ordinary temperatures 
—it is completely converted, in the course of a few hours, into a mixture 
of ferric oxide and sulphur. By dilute hydrochloric or sulphuric acid, it 
is converted into sulphuretted hydrogen, a ferrous salt, and bisulphide of 
iron, which latter still retains the form of the sesquisulphide; but, so long 
as it remains moist, may be reduced by pressure to the finest powder. 


7 


(Berzelius.) ~~~ 


Hydrated Sesquisulphide of Iron, or Hydrosulphate of Ferric Oxide. 
—Formed by dropping an aqueous solution of a ferric salt into an 
excess of alkaline hydrosulphate. If, on the contrary, the alkaline 
hydrosulphate be dropped into an excess of the ferric salt, sulphur is first 
precipitated and a ferrous salt produced, from which an additional quan- 
tity of alkaline hydrosulphate throws down hydrosulphate of ferrous 
oxide.—Black precipitate, which oxidizes quickly in the air. (Berzelius.) 


F. BIsuLPHIDE oF IRon.—Found in nature as Iron Pyrites (Schwefelkies 
or Hisenkics), and as White Iron Pyrites, Radiated Iron Pyrites, or Cocks- 
comb Pyrites (Strahikies, Wasserkies, or Speerkies). Each of these varieties 
of iron pyrites is often produced by the action of organic substances on 
water containing iron, together with salts of sulphuric acid. On a sand- 
heath overgrown with Hrica—the root-stratum of which smelt strongly of 
hydrosulphuric acid—portions of the Arwndo Phragmites were found to 
be partially covered with steel-grey laminz and crusts of a sulphide of 
iron not soluble in dilute hydrochloric acid. (Meinecke, Schw. 28, 56.)— 
Link found iron pyrites in the mud of ponds.—Bakewell found the 
remains of mice preserved in a bottle filled with solution of green vitriol, 
covered with small crystals of iron pyrites.—The hot spring of Chaude- 
saigues, which contains sulphate of soda and other salts and a mere trace 
of iron, deposits iron pyrites in the [ wooden? | channel by which the water 
‘is discharged. (Longchamp, Ann. Chim. Phys. 82,294.) On digging in 
the neighbourhood of the chalybeate spring at Réndorfer, which contains 
acid carbonate of ferrous oxide and sulphate of soda, the boggy ground 
and the fragments of. quartz scattered about, were found to be covered 
with iron pyrites. (Noggerath & Bischof, Pogg. 38, 407.)—A similar case 

is described by Gilbert. (Gild. 74, 206.)—A ferruginous water which 
_ ran from a basin formed out of the hollow trunk of a tree, yielded, when 
_ recently drawn, a large quantity of blackish-yéllow iron pyrites, contain- 
ing a portion of vegetable matter enclosed within it, and, moreover, 
44°78 iron to 55:22 sulphur.—A quantity of the Brohl mineral water, 
which contains very small quantities of iron and sulphate of soda, having 
been mixed with a little sugar and kept for three years in closed vessels, 
was found to smell of sulphuretted hydrogen, and had deposited a black 


powder which appeared to contain sesquisulphide of iron together with — 


free sulphur. In a similar manner, white iron pyrites appears to be 
formed in black and in brown coal. (Bischof, Schw. 64, 877.) 
Preparation. 1. Ferric oxide, ferroso-ferric oxide, hydrated ferric oxide 
or carbonate of ferrous oxide, natural or artificial, in powder or in crystals, 
is exposed, at a heat exceeding 100° but not amounting to redness, to a 
current of sulphuretted hydrogen, as long as the mass continues to increase 
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in weight. At first the action is so strong, that aqueous vapour, sul- | 


phurous acid, and hydrogen gas are evolved, and lower sulphides of © 


iron are formed, which afterwards take up more sulphur and liberate pure 
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hydrogen gas. The sulphide of iron thus produced retains the crystalline 
form of the oxide used in its preparation, with the same lustre on the faces, 

and the same directions of cleavage. (Berzelius.)—2. The lower sulphides 

of iron may be brought to this, the highest degree of sulphuration, by 

heating them in like manner in bydrosulphuric acid gas. (Berzelius.)— 

é. An intimate mixture of 2 pts. protosulphide of iron and 1 pt. sulphur, 

heated in a retort to a temperature short of redness, leayes bisulphide of 

iron in the form of a bulky, dark yellow, non-magnetic, metallic powder, 

not attacked. by hydrochloric acid. (Berzelius.)—4. When an intimate 

mixture of ferric oxide, sulphur, and sal-ammoniac is heated to a tem- 

perature a little above that at which the sal-ammoniac sublimes, the 

residue is found to contain small, brass-yellow octohedrons and cubes, 

which may be separated from the rest of the powder by levigation. 

(Wohler, Pogg. 37, 238.)—5. When sal-ammoniac containing sulphate of 

ammonia is sublimed at a dull red heat in iron vessels coated with clay, 

the clay covering becomes impregnated with chloride of iron, and cubes 

and knee of iron pyrites form upon its surface. (Lowe, J. pr. Chem. 

6, 98. 

Iron pyrites crystallizes in forms belonging to the regular system: 
Figs. 1, 2, 4, 6, 11, 18, 19, 20, and many others. It gives sparks with 
steel. Sp. gr. 4°9 to 5:1. Fracture, conchoidal. Colour, bronze-yellow. 
The crystals of white iron pyrites belong to the right prismatic system: 
Fig. 54, 61, and other forms, u:u! (Fig. 54)=73° 24'; wu’: u (Fig. 61) 
= 106° 36’, 7 :7=82° 12). Cleavage parallel to wu and w, less distinct 
parallel to p. (Hauy.) Sp. gr.4°6 to 4°8. Harder than felspar. Green- 
ish-yellow-grey inclining to steel-grey; powder greenish-grey.— Iron 
pyrites is non-magnetic in all its forms. ‘ 


Ordinary Iron Pyriées. 
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White Iron Pyrites. 
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Bisulphide of iron ignited not very strongly in a close vessel, gives off 
sulphur, and is converted into the eight-sevenths sulphide; at a strong 
red heat it is reduced to the protosulphide. A lower temperature will 
suffice if hydrogen gas be passed over the substance, although the hydro- | 
gen does not form hydrosulphuric acid, but appears to act like any other 
gas [by adhesion]. (H. Rose, Pegg. 5. 533.)—The residue has the form 
and colour of the original iron pyrites, but its bulk is increased; it is dull, 

_ exhibits all over its surface cavities formed by fusion, and may be crum- 
bled to pieces by pressure with the finger. (Proust, Scher. J. 9, 878.)— _ 
When ignited with charcoal it yields bisulphide of carbon.—When heated 
in a current of phosphuretted hydrogen gas to a temperature short of that 
at which it evolves sulphur, it yields phosphide of iron and hydrosul- 
phuric acid, (p. 233.)—When heated in the air, it yields sulphurous acid 
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and sulphate of ferrous oxide, or, at a higher temperature, sulphurous 

acid and basic sulphate of ferric oxide. . 

_ With nitric or nitro-hydrochloric acid, it yields ferric oxide, sulphuric 
acid, and sulphur. It resists the action of hydrochloric and of dilute sul- 
_phuric acid.—Iron pyrites heated with lead-oxide, fuses readily and gives 
off sulphur in the form of sulphurous acid; for the complete expulsion of 
the sulphur, 50 parts of lead-oxide are required to 1 part of pyrites. 
With 6 parts of litharge to 1 iron pyrites, 2 layers are obtained; the 
lower, which contains the larger quantity of matter, is a sulphide of lead 
containing excess of lead; the upper layer is a lead-grey, magnetic mix- 
ture of sulphide of lead, sulphide of iron, and metallic oxides.—With 
12°5 pts. litharge, the mixture yields 3°5 pts. of lead, rendered somewhat 
_ brittle by the presence of 1 per cent. of sulphur and a small quantity of 
iron, together with a black, opaque, vitreous slag.—With 20 parts of 
litharge, the same products are formed, the lead, which in this case also is 
somewhat brittle, amounting to 4 parts. With 30 parts of litharge, 4°55 
parts of lead are obtained; with 40 pts. litharge, 5°48 lead; and with 50 
litharge, 8°6 lead, together with a transparent red glass. The quantity 
of lead does not exceed 8°6 parts, even if more than 50 parts of litharge 
are used. (Berthier, Ann. Chim. Phys. 39, 253.) 

Most yellow iron pyrites, and likewise the white variety when well 
erystallized, remain unaltered in moist air. But many crystals of auri- 
ferous iron pyrites exhibit marks of conyersion into hydrated ferric oxide, 
and white iron pyrites often becomes quickly covered with effloresced 
ferrous sulphate-—The efflorescence shows itself only on irregularly 
erystallized masses of the white pyrites, such masses containing proto- 
sulphide of iron mixed with the bisulphide. The latter only is made to 
. effloresce by being formed into a galvanic circuit with the more negative 
bisulphide. Hence the ferrous sulphate which effloresces out contains but 
1 atom of sulphuric acid, and when dissolved in water deposits ochre on 


: — exposure to the air, whereas if formed from the bisulphide, it would 


have contained 2 atoms of acid. The bisulphide remains quite unaltered; ~ 
is split up by the crystals of ferrous sulphate; and after being washed 
with water shows no traces of free sulphur. A mass which will effloresce 
in 12 hours and expand to a tenfold bulk in 4 days by formation of green- 
vitriol crystals, may be artificially produced by exposing ferric oxide to 
the action of hydrosulphuric acid, and stopping the process before the 
conversiun into bisulphide is complete, so that some of the lower sulphides 
of iron may remain mixed with it. The same considerations serve to 
explain why iron pyrites exposed to imperfect ignition, whereby a part 
only of the bisulphide of iron is converted into protosulphide, acquires a / 
tendency to effloresce. (Berzelius.)—Fournet (Ann. Chim. Phys. 55, 256) 
attributes the efflorescing property of white iron pyrites to a forced state 
of aggregation of the particles.—The ferrous sulphate effloresced out of 
the white iron pyrites of Schriesheim, when extracted by water, was 
found by the author to yield a solution which did not become at all turbid 
by the addition of a small quantity of potash or by prolonged exposure to 
the air; and the washed residue contained free sulphur which showed 
itself in yellow specks and could be extracted by caustic potash (compare 
also H. Rose, p. 245).—Since the efflorescence of sulphide of iron is 
attended with evolution of heat, we may hence account for the inflamma-. 
tion of coals containing that mineral, when they are heaped up in 
considerable masses (either within or without the mine) and exposed to 
air and moisture. (Berzelius.) Bs 
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G. Sulphide of Ferrous Oxide ?—¥Formed by heating ferric oxide with 
powdered sulphur to a temperature short of redness, till sulphurous acid 
gas is no longer evolved.—Chesnut-brown powder, attracted by the 
magnet.—Dissolves with difficulty in hydrochloric acid, sulphur being 
precipitated but no sulphuretted hydrogen evolved. Takes fire in the 
air below a red-heat, burning like tinder, and being thereby completely 
converted into ferric oxide. (Berzelius.) 


H. HyposutpHite oF Frrrovs Oxipr, ot Ferrous HyposvLPHite. 
—Jron immersed in aqueous sulphurous acid and kept from contact of air 
dissolves without evolution of gas, and forms sulphite and hyposulphite 
of ferrous oxide: 


2Fe + 380? = FeO, S80? + FeO, S202. 


The iron immediately becomes black and brittle by taking up sulphur. 
(Berthollet, Ann. Chim. 2, 58.) The iron dissolves completely with the 
exception of a few black flakes arising from impurities in the metal. 
(Fordos & Gélis, V. J. Pharm. 4, 333.) The sulphurous acid, in acting 
upon the iron, becomes first brown, then yellow, and afterwards trans- 
parent and colourless, the last change being attended with precipitation 
of sulphur; no hydrosulphurie acid is evolved, although the liquid contains 
a small quantity of that gas while it is in the yellow state, and therefore 
blackens paper moistened with acetate of lead. The resulting solution 
turns brown when heated, and yields a reddish precipitate; on the 


addition of hydrochloric acid, sulphurous acid is evolved and sulphur 


precipitated. The solution gives with alkalis and with ferrocyanide of 
potassium a white precipitate; with mercurous and mercuric salts, a black 


precipitate containing globules of mercury; and with nitrate of silver, a | 


white precipitate which afterwards blackens. (A. Vogel, J. pr. Chem. 
8, 102; vid. also Kone, Pogg. 63, 145.)—If very strong sulphurous acid is 
used, part of the ferrous sulphite crystallizes out spontaneously in the 
course of a few days, in white or greenish-white crystals. (Berthollet, 
A. Vogel.) By evaporating and cooling the solution out of contact of 
air, the greater part of the ferrous sulphite is separated out in the crys- 
talline form, and the mother-liquid when evaporated in vacuo (great care 
being taken to prevent ingress of air) yields crystals of the hyposulphite, 
which, however, are frequently contaminated with sulphur and green 
vitriol. For, in proportion as the air acts upon the colourless mother- 
liquid containing the ferrous hyposulphite, that liquid acquires a yellow 
colour from formation of ferric hyposulphite. During the subsequent 
evaporation, even in vacuo at ordinary temperatures, the ferric oxide 
converts the hyposulphurous acid into tetrathionic acid: 


Fe?03 + 2820? = 2FeO + S'0°; 


and the tetrathionate of ferrous oxide thus produced is resolved by further 
evaporation into sulphur, sulphurous acid, and green vitriol: ~ 


FeO, S105 = FeO, SO? + SO? + 28. 


(Fordos & Gélis.) | Kone separates the sulphite and hyposulphite of — 


ferrous oxide obtained as above, by means of alcohol, in which the hypo- 
sulphite is easily soluble, while the sulphite is insoluble 7. By pre- 


cipitating green vitriol with hyposulphite of baryta, and evaporating the 
filtrate, green crystals are obtained, mixed with a basic salt of ferric. 


oxide. (Rammelsberg, Pogg. 56, 306.) 
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Besides the soluble salt just described, there likewise exists an 
insoluble hyposulphite of ferric oxide. When steel turnings (iron would 
probably act in the same way) are immersed for 14 days in a saturated 
aqueous solution of sulphurous acid contained in a closed vessel, the 
transparent and colourless liquid poured off, and the black steel turnings 
washed with water,—small, translucent, greenish-white octohedrons are 
found adhering to their surfaces. These crystals do not fuse when 
heated, but evolve sulphurous acid together with a small quantity of 
sulphur: by exposure to the air, they become opaque and afterwards of a 
rust colour. With strong hydrochloric acid they effervesce violently, 
give off sulphurous acid gas, and form a yellow solution from which 
sulphur is deposited; their powder turns black when moistened with 
solution of silver; they are insoluble in water, not even boiling water 
taking up a trace of iron; aqueous sulphurous acid dissolves them slowly. 


(A. Vogel.) 


I. SuLpuite or Ferrous Oxipe, or Ferrous SutpuHite.—The solution 
of iron in aqueous sulphurous acid. formed out-of contact of air (which 
likewise contains ferrous hyposulphite: wid. sup.) deposits, either imme- 
diately or when evaporated out of contact of air, crystals of ferrous sulphite, 
that salt separating out before the hyposulphite. (Berthollet.) The solu- 
tion should be evaporated in vacuo, the crystals pressed between bibulous 
paper and then dried in vacuo. (Fordos & Gélis.)\—When heated in a 
glass tube, they evolve sulphurous acid and water and leave a black 


* _ residue. While yet moist, they oxidate in the air. They dissolve very 


sparingly in pure water, easily in aqueous sulphurous-acid. This solution 
soon acquires a deep red colour by exposure to the air. (Fordos & Gélis.) 


_ Crystallized. Calculation, according to Fordos & Gélis. 
EL SAS SA Eee Fs. eats ieee et 37°23 
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K. SunpHirE oF Ferric Oxipg, or Ferric Suipsrre.— Freshly 
precipitated hydrate of ferric oxide dissolves readily in aqueous sulphurous 
acid, but the solution which is red at first, quickly becomes decolorized 
by formation of ferrous sulphate. The dry hydrate dissolves but very 
sparingly in cold sulphurous acid; the hot acid dissolves it quickly, but 
the solution consists of ferrous sulphate.— According to Kone, if the 
excess of sulphurous acid be expelled by heat and the solution then left 
exposed to the air for several days, a red-brown precipitate is obtained, / 
composed of Fe’0*,SO?+7Aq. (Ann. Pharm. 64, 241) T.—2. Alkaline 
sulphites impart a deep red colour to ferric salts, even when largely 
diluted; but the mixture soon loses its colour even at ordinary tempera- 
tures, and immediately on the application of heat. (Berthier, Ann. Chim. 
Phys. 50, 370; NV. Ann. Chim. Phys. 7, '78.) 


L. HyposuLpHATE oF Frerrovus Oxipe, or Ferrous HyposuLPHATE. 
—Formed by precipitating a solution of green vitriol by an exactly 
equivalent quantity of hyposulphate of baryta, and leaving the filtrate 
first to evaporate at a gentle heat and then to crystallize by spontaneous 
evaporation.—Oblique rhombic prisms, having the colour and taste of 
green vitriol. They become somewhat brown in the air by oxidation, but 
without further change. When carefully heated, they leave 49°05 per 
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cent. of dry ferrous sulphate. Very easily soluble in water, but not in 


alcohol; when the aqueous solution is boiled, the salt is converted into 
green vitriol. (Heeren.). _ | 


_ Crystallized. Heeren. 
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M. Hyposunpuate or Ferric Oxiper, or Ferric HyposutpHATE.— 
Octobasic. — Aqueous hyposulphuric acid dissolves but a very small 
quantity of hydrated ferric oxide, even when freshly precipitated; it 
however combines with the oxide and forms a brown-red, very soft, easily 
suspended powder, which dries up to a brown, brittle mass having a 
conchoidal fracture and easily soluble in hydrochloric acid. (Heeren.) 


Heeren. 
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N. SutpHate or Ferrous Oxtpe, or Ferrous SuLpHate.—Proto- 
sulphate of Iron, Green Vitriol, Copperas.—This salt is formed in mines 
containing sulphide of iron, and dissolves in the water of the mine.—Dilute _ 
sulphuric acid dissolves iron with evolution of hydrogen gas. Strong oil of 
vitriol dissolves it slowly at ordinary temperatures with evolution of hydro- 
gen gas—more quickly when heated, and with evolution of sulphurous 
acid gas. Moist or heated sulphide of iron is converted by exposure to the 
air into green vitriol (pp. 229 and 234).—The crystallized salt is prepared 
on the small scale by dissolving iron in dilute sulphuric acid, filtering, eva- 
porating, and crystallizing. On the large scale, it is prepared in an impure 
state, by exposing native sulphide of iron to the action of the air—or first 
roasting and then exposing it to the air,—and afterwards exhausting with 
water, evaporating, clarifying, and cooling.—When iron is immersed in 
mine-water containing sulphate of copper, the copper is precipitated, anda 
dilute solution of green vitriol is obtained, which may be brought to the 
crystallizing point, first by graduation,and afterwards by evaporation. The 
commercial green-vitriol from Fahlun and Dylta, and that also which is 
prepared in England, is crystallized from an acid solution, contains but 
little ferric sulphate, is of a greenish-blue colour, and often covered with a 
white or yellow powder. The German green-vitriol, which is crystallized 
from a more neutral solution, and contains but a small quantity of ferric 
salt, is of a dirty green colour and dry. That from Moscow is crystallized — 
from a solution containing a considerable quantity of ferric salt, and 
is therefore mixed with that salt; it has a grass-green colour and 
unctuous aspect, because it remains moist; it also reddens litmus strongly. 
(Bonsdorff.) — Besides ferric sulphate, commercial green vitriol may 
also contain protoxide of copper, oxide of zinc, binoxide of tin, prot- 
oxide of manganese, alumina, magnesia, and lime in the state of sul- 
phates, and likewise arsenious acid.—The cupric and ferric oxides may 
be separated by mixing the aqueous solution with a small quantity of 

sulphuric acid and digesting it with metallic iron out of contact of air; 
and the arsenic, copper, and tin, by saturating the solution with sul- 
phuretted hydrogen, setting it aside for two days, and then warming and 
filtering. ; 


_ 


ee fa consequence of the ead cake with which ferrous sip thes 
_ absorbs oxygen from the air, the crystals are very apt to become conta- 
-minated with ferric sulphate. Green vitriol free from-ferric oxide may 
be obtained by the following processes: 1. By saturating dilute sulphuric — 

acid with iron, boiling the liquid with iron-filings in a narrow-necked 


flask, till the crystallizing point is attained, and straining it through a # 


filter moistened with water, into a vessel rinsed out with a little dilute 
sulphuric acid. The sulphuric acid prevents the filtrate from becoming 
turbid. The funnel must have a very long neck reaching to the bottom 
of the vessel. The crystals, as they form, are left to drain upon a 
funnel, then rolled backwards and forwards between bibulous paper, till 
they no longer wet it, and dried upon paper at a temperature not exceed- _ 
ing 30°.. When well dried, they remain permanent for a long time 
in -dry air, and for a tolerably long time in damp air. (v. Bonsdorff, 
Pogg. 31, 81.)—2. By dissolving 200 parts. of iron-filings in’ 2,400 of 
water, to which 300 of oil of vitriol is gradually added, evaporating the 
liquid to the crystallizing point in a cast-iron vessel; mixing it with 15 


parts of oil of vitriol; filtering hot; cooling; pressing the crystals to ~ 


powder. as soon: as they are formed ; washing with alcohol, and quickly 
drying the bluish-white powder between bibulous paper. (Gieseler, XV. Br. 
Arch, 27, 193.)—8. By leaving good green vitriol to erystallize from 
water acidulated with sulphurie acid; boiling 500 parts of the resulting 
erystals, fora while, with 550 parts of water and 8 parts of iron-turnings, 
and filtering the solution at a boiling heat into a vessel containing a 
mixture of 875 pts. alcohol of 36° B., and 8 parts of oil of vitriol, the 
mixture being stirredjall the while. Whter cooling, the mother-liquid is 
strained off from the small crystals which form, the crystals drained upon: 
linen, and then dried between bibulous paper frequently renewed. The 
aleohol retains in solution the whole of the ferric salt, the solubility of 
that salt being increased by-the free sulphuric acid. The crystals contain 
their full amount of water. (Berthemot, J. Pharm. 25,.206.) 

By heating the crystals out of contact of-air, the anhydrous alu ig 
obtained in the form of a white, harsh powder. ——This when heated in a 
retort, gives off sulphurous acid gas, and is error into a Here pound of 
1 At. ferric oxide and 1 At. sulphuric acid : - 


2(FeO,80') = Fe 208, 808 + $02 
Ata still higher temperature, the rest of the shure Maa is: given off, 


and red ferric oxide left behind. Part of the acid distils over undecom- a 


posed, and. may be condensed in the form of anhydrous acid in a receiver 
_ kept at a very, low temperature; the rest passes over as a mixture of 
1 vol. oxygen, and 2 vol. sulphurous acid gas. (Bassy.)—W hen mode- 
rately heated in angopen vessel and stirred, it.is converted—the ferrous. 
oxide taking up oxygen from the air—into yellowish-brown burnt or 
calcined green vitriol, containing | At. ferric oxide and 2 At. sulphuric 
acid, Complete conversion into ferric salt is unattainable; as soon as all — 
the protoxide is converted into sesquioxide, sulphuric acid is given off, 
. and colcothar remains behind. (Waltl, Repert. 41, 428.) Dry. ferrous 
sulphate gently ignited with charcoal in a retort, gives off about 78 
volumes of sulphurons acid gas to 22 vol. carbonic acid, and leaves ferric 
oxide free from sulphide of iron. (Gay- Lussac, Ann. Cham: fis as | 
- 68, 433 ; ras J. pr. Chem. 11, hes , 9 
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on Combinations with Water. ay dehydrated salt recovers its 7 atoms. 
of water by exposure to moist air. (Brandes, Schw. 51, 438.)—a. Md ono~ 
hydrated.—Remains. when the hepta-hydrated salt is ‘heated to 140° in 
es vacuo ; contains 1 atom of water in a state of intimate combination, but 
} gives it up at a temperature above 280° (between 200° and 300°, Mits- 
© cherlich, Pogg. 18, 152), and by careful. heating may be freed from it, . 
‘without loss of acid. (Graham, Phil. Mag. J. 3, 421.) 
8: Bihydrated.rWhen oil of vitriol is slowly added to a saturated. 
solution of ferrous sulphate—so as not to produce any considerable rise of 
_ temperature—till the mixture attains a specific gravity of 1°33, and: the 
“liquid then left to evaporate over oil of vitriol in a receiver not exhausted 
of air, the hepta-hydrated salt separates out first; then, when 3 of the’ 
a liquid are evaporated, a salt containing 4 atoms of water ; then sesqui-_ 
- sulphate of ferrous oxide (p. 242); and lastly, the bihydrated salt.in the 
form of a dark green, crystallo-granular mass. (v. Bonsdorfl; Ber. ab d.’ 
Versamml. d. deutschen Naturf. in Prag. 124.) 
_ y. Ter-hydrated.—The solution of green vitriol.in hot ha ieenlone 
acid, yields on cooling, partly crystals of the hepta-hydrated, and partly 
of the ter-hydrated salt. The latter are translucent, of a much paler 
green colour, and harder than the former; when dissolved in. water, they 
again yield ordinary green vitriol. (Kane, Ann. Pharm. 19, 7. \—On. 
evaporating -a solution of green vitriol mixed with a large quantity of. 
sulphuric acid, the ter-hydrated salt is obtained in the form of a white 
solid crust. (Kin, Schw. 61, 235.) — 
\ 
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8. Tetra- SE — 1, By the process ae ied under B, this saltig 
obtained in crystals having the. green colour of Chrysoprase. (Bonsdorff.) — 
—2. It crystallizes on evaporating a solution of green vitriol at 80°, and _ 


a _ corresponds to the tetra-hydrated sulphate of manganous oxide. AIV.., 222, ) Reet 


~ Regnault. (NV. Ann. Chun. Phys. 1,201.) 


_e, Hepta-hydrated.—This is the common green vitriol = Pale pee See 


ish-blue, translucent crystals, belonging to the oblique prismatic system. 
Fig. 111 and other. forms; 7: w or w=—99° 2'; w: w= 82° 20’; 4:4 = 
Be 159°; 4: B— 123° 55' bs C=O’ s 4 d= 1368 10’; t:rgfo= 119° 15). (Wol- 
‘ laston, Schw. 24, 102; Brooke, Ann. Phil. 22, 120; G. Rose, Pogg. 7, 
239.) Yields a ‘white powder; scarcely reddens litmus, and only when — 
the air has access to it, the. effect being then due to the formation of a — 
_~ ferric salt. (Bonsdorff. 5 3 
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The crystals fuse in their water of crystallization when heated; and 
if the air be excluded, leave the white anhydrous salt. When exposed to 
the air between 40° and 50°, they effloresce through and through to a 
white mass (Bonsdorff); oil of vitriol and alcohol likewise withdraw 
their water and cause them to turn white. At ordinary temperatures, 
they oxidize and: turn brown, in proportion as they have been less com- - 

* pletely dried, as the air is moister, and as the solution from which they 

_ have been formed is more neutral. Crystals obtained from an acid solu- 
tion are permanent in air which is not very damp; but if they are kept 

f under a bell-jar containing air, and closed with water at the bottom, their 
surface turns yellowish-brown in the course of a few months, a portion of 

the salt being at the same time dissolved by the water which is deposited. 
Crystals deposited from a perfectly neutral solution, assume a dingy 
green colour when exposed to the air even for a few days, the colour 
continually becoming darker; under a bell-jar standing in water, they 
deliquesce more rapidly and soon turn brown. The powder of crystals 
obtained from an acid solution turns yellowish-green after a few weeks’ 
exposure to the air. 

1 part of the crystals dissolves in 1°6 parts of cold, and in 0:3 of boil- 
ing water. At 10° in 1°64 parts; at 15° in 1°43; at 24° in 0°87; at 
33° in 0°66; at 46° in 0°44; at 60° in 0°38; at 84° in 0°37; at 90° in 
0:27; and at 100° in 0°3 parts of water. (Brandes & Firnhaber. Br. _ 
Arch.'7, 83.)—The solution has a pale greenish-blue colour.. Alcohol and 
oil of vitriol precipitate from it the white, partly dehydrated salt. Glacial 
acetic acid likewise precipitates the salt undecomposed trom the solution, 
so that not a trace of iron is left in the liquid. (Persoz, Chim. molecul. 
346.) The solution becomes turbid when exposed to the air, yellowish- 
brown disulphate of ferric oxi.e being precipitated, and tersulphate being 
dissolved and forming a brown solution; 


10(Fe0, S03) + 50 = 2Fe202, SO? + 3(Fe203, 3803). 


On the addition of sal-ammoniac, a solution is formed, consisting of sul- 
phate and hydrochlorate of ferrous oxide and ammonia. (A. Vogel, J. 
pr. Chem. 2, 192.) | 
A solution of green vitriol absorbs nitric oxide. gas, forming a dark 
greenish-brown liquid, which contains 1 at. nitric oxide to 4 at. oil 
of vitriol. The solution of 300 pts. (1 at.) of dry ferrous sulphate, 
absorbs 28°5 pts. (therefore not quite 1 at., which would weigh 30) of 
nitric oxide. If the sulphuric acid is in excess, the same quantity of 
nitric oxide gas is absorbed, and produces the same colour. (Peligot.)— 
The liquid. contains ferrous sulphate and nitric oxide in the unaltered. 
state; the latter may be driven off in vacuo, or by the application of . 
heat; but in the latter case, a small portion of the nitric oxide gives up — 
oxygen to the ferrous oxide, so that the evolution of nitric oxide is 
accompanied by the conversion of ‘a small portion of ferrous salt into 
ferric salt. If the liquid be placed, together with chloride of calcium, 
under a bell-jar filled with nitric oxide gas, ferric salt is formed and 
nitric oxide decomposed, as soon as the solution becomes somewhat con- 
centrated.—An alkali added to the liquid produces a greyish-white pre- 
cipitate, probably a compound of hydrated ferrous oxide with nitric 
oxide, which, however, soon gives off gas, turns bluish-green, and 
' afterwards yellow. No salt of nitric or of nitrous acid is formed in this 
action,—Phosphate of soda forms a reddish-brown precipitate, which . 
contains nitric oxide in a state of combination, and, when exposed to the 
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air, turns white and yields phosphate of ferric oxide. In a similar 


_ manner, ferrocyanide of potassium forms red-brown flakes, which contain 


nitric oxide and immediately turn blue in the air. (Peligot, Ann. Chim. 
Phys. 54, 17; also J. Pharm. 19, 644; also Schw. 69, 341; also Ann. 
Pharm. 9, 259.)—According to Sir H. Davy, 100 parts of green vitriol 
solution, of sp. gr. 1°4, absorb 0°63 nitric oxide, three-fourths of which 
remains unaltered, but the remaining fourth decomposes a portion of the 
water, and forms ammonia, nitric acid [?], and ferric oxide; a small 
quantity of nitrogen is likewise absorbed together with the nitric oxide, 
and is also converted into ammonia. The remaining three-fourths of 
undecomposed nitric oxide may be expelled from the liquid by heat. 
(Humboldt & Vauquelin, Scher. J. 3, 81.) 

The compound of green vitriol with nitric oxide imparts a purple-red 
colour to large quantities of oil of vitriol, provided no rise of temperature 
takes place. Oil of vitriol, to which a small quantity of ferrous sulphate 
has been added, acquires a rose-red colour by absorbing small quantities 
of nitric oxide, and a deep purple-red if it absorbs a larger quantity. 
The same red mixture is obtained when oil of vitriol containing nitric 
oxide, nitrous or nitric acid, or a nitrate, is mixed with powdered green 
vitriol or its aqueous solution, slowly enough to prevent rise of tempera- 
ture. Upon this character is founded the detection of those oxides of 


nitrogen in oil of vitriol (IJ. 181), and that of traces of nitrites and 


nitrates. (II. 401; Desbassins de Richemont, J. Chim. méd. 11, 504.)— 
Bussy & Lecanu (J. Pharm. 11, 841; also Schw. 46, 368), by dissolving 
ferrous sulphate in oil of vitriol, obtained a red liquid which they regarded 
as an acid sulphate of ferrous oxide. Their sulphuric acid evidently con~_ 
tained nitric oxide. When an aqueous solution of ferrous sulphate 
saturated with nitric oxide, is slowly mixed with oil of vitriol, the 
greenish-brown colour likewise changes to red. (Jacquelin, V. Ann, 
Chim. Phys. 7, 196.) 

The red liquid loses its colour when heated, giving off sulphurous acid, 
and precipitating white tersulphate of ferric oxide. Water carefully 
added, so as not to occasion rise of temperature, gradually dilutes the 
colour, till it finally becomes imperceptible. (Bussy & Lecanu.) Water 
decolorizes the solution, after first turning it brown and yellow. (Des- 
bassins.) Compounds which convert the ferrous oxide into ferric oxide, 
destroy the colour, and produce a white cloud, proceeding from tersulphate 


of ferric oxide. Such is the action produced by nitric and its salts, the 


native oxides of manganese (Braunstein), peroxide of manganese (Bussy 
& Lecanu); as also by hyponitric acid and sulphate of manganic oxide, 
but not by nitrites. (Desbassins.) , 
Sulphate of ferrous oxide is capable of uniting in nearly all proportions 
with sulphate of zinc-oxide or sulphate of cupric oxide, forming a double 


salt, of the form of green vitriol. 


- Sesquisulphate of Ferrous Oxide ?—(For the preparation of this salt, 
see page 238, 8.) Colourless crystals, having a laminar texture like that 
of gypsum, nearly tasteless, sparingly soluble in water ; contain 28°38 
p.c. ferrous oxide, 45°42 acid, and 25-97 water—loss 0°33. (Bonsdorff.) 
Their composition may be nearly represented by 2Fe0,3S0°+7Aq. 


P. SunpHatTE or Ferric Oxipn.--a. Sexbasic.—Formed by the 
weathering of iron pyrites in alum-slate. Dark brown; massive; has 


a fatty lustre; yields a brownish-yellow powder, and is insoluble in 
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water, but slowly soluble in heated hydrochloric avid. (Th. Scherer, 
Pogg. 45, 188.) | | | 


Approximate calculation. Scheerer. 
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“6Fe20?, S07 +10Aq... 598 uu 100°00 
According to Scheerer, it is 2(7F'e?0*,SO*) + 14Aq. 


b. Quadrobasic.—When tersulphate of ferric oxide is precipitated by 
acetate of baryta, and the remainder of the sulphuric acid removed from 
the filtrate by a small quantity of baryta-water, light-brown flakes are 
thrown down, together with the sulphate of baryta, and may be separated 
from it by levigation; they contain 88°62 per cent. of ferric oxide and 
11°38 of sulphuric acid. (Anthon, Mepert. 81, 237.) 

c. Terbasic or Trisulphate.—Precipitated, on boiling a dilute solution 
of tersulphate of ferric oxide, even when the latter contains sulphate of 
potash. After drying at 100°, it is a light powder of a deep orange- 

ellow colour, that colour being lighter, however, as the solution from 
which the salt is precipitated is more dilute. It loses its water below a 
red heat, and turns dark brown; at a red heat, it leaves ferric oxide. It 
is insoluble in water, but dissolves with tolerable facility in acids, (Th. 
Scheerer, Pogg. 44, 453.) 
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According to Scheerer, it is 2(8Fe?0*,SO*) + 9Aq. 


d. Bibasic or Disulphate-—Occurs native, combined with 6 atoms of 
water, in the form of Vitriol-ochre. Precipitated in the hydrated state on 
mixing the tersulphate with a quantity of ammonia not sufficient for its 
complete decomposition; also when an aqueous solution of green vitriol 
is exposed to the air. It is consequently deposited in vitriol and alum 
works by the action of the air on the mother-liquid of the vitriol or alum; 
the deposit is called “the cream” (Schmand), Yellowish-brown. Gives 
off its water when heated, and assumes a brown-red colour: when some- 


what strongly ignited, it gives off undecomposed sulphuric acid, (Berze- 
lius, Gilb. 40, 293.) 
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The salt examined by Soubeiran was obtained by precipitating the tersul- 
_ phate of ferric oxide with carbonate of potash in the cold. 
{| According to Wittstein, the precipitate deposited from a solution 


t 
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of green vitriol exposed to the air consists, after being dried at 100°, of 


sesquisulphate of ferric oxide, 2Fe?0*,3S0°+8Aq., and not of disulphate, 
as stated by Berzelius, (Repert. Pharm. 8rd series, 1, 185.) T 
An ochrey stalactite from the alum-slate quarry at Gernsdorf, having 
the form of a crust, of sp. gr. 18, and pale yellowish-grey colour, was 
found to contain 40:06 p. c. ferric oxide, 6°80 alumina, 11:90 sulphuric 
acid, 40°13 water, and 0°11 matrix; these numbers give rather more than 
2 atoms of base (ferric oxide and alumina together) and 15 atoms of 
a) to 1 atom of sulphuric acid. (Breithaupt & Erdmann, Schw. 62, 
04. 
e. Monosulphate.—Formed by adding carbonate of potash to tersul- 
phate of ferric oxide as long as the alkali does not occasion permanent 
turbidity,—and heating the resulting red liquid till the salt separates out. 
Light reddish-yellow powder. (Soubeiran, Ann. Chim. Phys. 44, 329; 
also J. Pharm. 16, 525.) 
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J. Sesquisulphate.—F ibroferrite.—W arty ; separates in scales; fibrous 
in a direction perpendicular to the surface of separation; specific gravity, 
about 2°5; pale greenish-grey; powder yellowish ; fibres translucent. 
Tastes somewhat rough and sour. When heated, it evolves a large 


- quantity of water with a small quantity of sulphur (inasmuch as the 


mineral contains 10 per cent. of earthy matter and sulphur), the fibres 
separating at the same time, and assuming an orange-yellow colour. On 
charcoal before the blowpipe, it decrepitates violently; emits an odour of 
sulphur, and leaves ferric oxide. In cold water, it splits into fibres, a 
small quantity being partially dissolved. Boiling-water takes up rather 
more, and colours the fibres orange-yellow. In hydrochloric acid it swells 
up like a sponge; acquires a bright orange-yellow colour, and soon dis- 
solves with the exception of the sulphur and the earthy portions. 
(Prideaux, Phil. Mag. J. 18, 397; also J. pr. Chem. 24, 127.) 
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g. Bisulphate.—If to a tolerably concentrated solution of tersulphate 
of ferric oxide, hydrate or carbonate of lime be added till the precipitate 
no longer re-dissolves, and the liquid be rapidly filtered, the dark brown 
filtrate contains the bisulphate. This salt may likewise be obtained by 
agitating a concentrated solution of the tersulphate with the disulphate 
precipitated in the cold (that which is precipitated from a hot solution 
will not dissolve). The quantity of disulphate thus dissolved is not, | 
however, sufficient to convert the whole of the tersulphate into bisulphate. 
The yellow deposit formed on crystals of green vitriol exposed to the 
air consists of this same salt ; hence the solution in cold water of green 
vitriol thus altered deposits a large quantity of disulphate when heated, 

The solution of the bisulphate, when abandoned to spontaneous eya- 
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poration, leaves a cummy, yellowish-brown mass. When left to itself, 
it is partly resolved into disulphate which is precipitated, and tersulphate 
which remains in solution; the decomposition is, however, less complete 
as the solution is more concentrated. For complete decomposition, a 


boiling heat is necessary. This salt forms double salts with the sulphates | 


of potash and ammonia, and expels the tersulphate of ferric oxide from 
its combinations with these alkaline sulphates. (Maus, Pogg. 11, 77.) 
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To this head belongs an iron ore from the province of Coquimbo, in 
Chili, which occurs in globular deposits of a dingy yellow-green colour, 
silky lustre, and excentrically fibrous texture. Cold water decomposes it 
gradually, boiling water more quickly, with separation of ferric oxide [or 
disulphate?]. (H. Rose, Pogg. 27, 310.) 
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A nother ore, from the same locality, occurring in thin six-sided tables, 
or granular, yellow, and translucent, contains more than 2 and less than 
8 atoms of sulphuric acid to 1 atom of ferric oxide, viz. 2°64 p.c. mag- 
nesia; 26°11 ferric oxide; 1:95 alumina; 39°60 sulphuric acid ; 29:67 
water; and 1°37 silica. (H. Rose.) 

h. Tersulphate.-—The so-called Neutral Sulphate of Ferrie Oxide.— 
A solution of green vitriol, exposed to the air, or boiled with nitric acid 
and freed from that acid by repeated solution and evaporation to dryness, 
is resolved into disulphate of ferric oxide and soluble tersulphate. If the 
solution of the ferrous sulphate is previously mixed with half as much 
sulphuric acid as it already contains, it is wholly converted into ferric 
tersulphate. The same solution is obtained by treating one of the more basic 


salts, or the ferric oxide itself, with dilute sulphuric acid, or by treating iron 


filings or ferrous sulphate with excess of oil of vitriol till the excess is eva- 
porated, and then dissolving in water. 30 lb. of hydrated ferric oxide, 701b. 
of red oxide, and 150 lb. oil of vitriol, heated in an iron vessel, rise to a 
bright red heat, with evolution of sulphuric acid, vapour being evolved, 
and portions of the mass projected out of the vessel. (Priickner, Schw. 
66, 296.) The yellowish-brown liquid, which strongly reddens litmus, 
is converted by evaporation into a brownish-yellow syrup ; and this, 
when kept for some time, solidifies into a partly pale yellow, ‘partly 
white mass of indistinct crystals. The colourless, regular octohedrons 
obtained from the solution by Hausmann and Sylvester (Ann. Phil. 18, 


-298 & 460) probably consisted of ammonia iron-alum or potash iron-alum. 


On further evaporation, there remains a brown resinous mass, which, when 
completely deprived of its water, is converted into the dirty-white anhy- 
drous salt. The resinous mass is difficult to dry ; but if mixed with — 
water while still hot, it solidifies suddenly, and may then be easily dried 
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at a gentle heat. (Wittstein, Repert. 63, 223.) The anhydrous salt is a 
white powder, which dissolves slowly, and consequently has but’a very 
slight taste; in the state of solution, however, it tastes strongly ferruginous. 
When somewhat strongly heated, it gives off anhydrous sulphuric acid. 
It slowly absorbs moisture from the air, and ultimately deliquesces to a 
brown liquid. It is perfectly insoluble in strong oil of vitriol, by which, 
indeed, it is precipitated from the concentrated aqueous solution in the 
form of the white dehydrated salt. The concentrated aqueous solution 
does not become turbid on boiling; but the more dilute it is, the more 
turbid does it become, and the lower is the temperature required to 
produce the turbidity ; the deposit consists of the terbasic salt. The 
solution of 1 pt. of the salt in 100 water begins to show turbidity at 95°, 
and deposits, on boiling, about one-third of its ferric oxide in the form of 
tersulphate; with 200 parts of water, these numbers are 70° and 3; with 
400 water, 59° and 8; with 800 water, 50 and 2; with 1000 water, 47°5 
and 8. (Th. Scheerer, Pogg. 44,453.) When the solution is digested 
with iron filings, ferrous sulphate is produced; hydrogen gas is, however, 
evolved at the same time, and a basic salt of ferric oxide precipitated. 
(Berzelius.) On boiling the solution with silver, sulphate of ferrous oxide 


pnd sulphate of silver-oxide are produced; but as the liquid cools, the 


silver is again precipitated and the ferric salt reproduced. (Sch. 94.) 
The solution mixed with common salt evolves hydrochloric acid at 60°; 
and if it be evaporated to dryness, and the residue further heated with 
access of air, chlorine is given off, and sulphate of soda, together with 
free ferric oxide, left behind. (Schaffhautl, dnn. Pharm. 43, 28.) The 
salt is likewise soluble in alcohol. 
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Coquimbite.—F ound together with the two ores of iron described on 
page 244. ig. 137; r:¢=151°; cleavage imperfect, parallel to r and o; 
fracture conchoidal; colour violet-white. It appears to have been produced 
by the weathering of iron pyrites. It dissolves in hydrochloric acid, or 
in cold water, with the exception of the silica; the latter solution deposits 
a large quantity of ferric oxide on boiling; when left to itself at ordinary 
temperatures, it yields indistinct crystals. (H. Rose, Pogg. 27, 310.) 
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Q. Ferrous SunpHocarbonaTE.—An aqueous solution of sulpho- 
carbonate of calcium yields, with ferrous salts, a clear mixture of a deep 
wine-red colour, which gradually becomes darker, and ultimately forms a 


liquid which appears ink-black by reflected light ; when the ferrous salt 
_ is in excess, part of the compound is deposited in the form of a black 
powder. (Berzelius.) 


R. Ferric SuLpHocaRBoNnaTE.—Ferric salts yield, with aqueous sul- 
phocarbonate of calcium, a deep red precipitate, which retains its colour 
when dry, and yields an umber-brown powder. When gently heated, it 
gives off first bisulphide of carbon, then sulphur, and leaves protosulphide 
of iron. It is insoluble in water. (Berzelius.) re 


S. Ferrous HyposunrpHoruospuite. — FeS, PS. Artificial +-sul- 
-phide of iron finely pulverized and heated with protosulphide of phos- 
phorus in a bulb-tube (p. 26), through which a current of hydrogen gas 
is passed, takes up the sulphide of phosphorus with avidity, and the 
deep yellow colour of the powder is thereby converted into black. The 
product is FeS,PS, contaminated with a small quantity of 2FeS,PS*. 
(Berzelius.) 


T. Ferrous SuLPHOPHOSPHITE.—2F'eS,PS*. Obtained by heating 
pulverized iron pyrites in the same manner with protosulphide of phos- 
phorus; combination takes place, attended with powerful evolution of heat. 
After the excess of protosulphide of phosphorus has been distilled off, 
there remains a lump reddened externally by a deposit of P®S,PS, deep 
yellow within, with a faint metallic lustre, and somewhat granular. The 
compound, when distilled, leaves 2FeS,PS in the form of a black-brown 
residue, which is not decomposed by hydrochloric acid, but only by boiling 
aqua-regia. The undecomposed compound is likewise insoluble in boiling 
hydrochloric acid. In damp air it is slowly decomposed, emitting a faint _ 
odour of sulphuretted hydrogen. (Berzelius, dnn. Pharm. 46, 256.) 
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U. PuospHosuLPHATE OF Frrric OxipE.—Diadochite. Resembles 
iron-cinder in outward appearance; kidney-shaped or stalactitic; separates 
in scales; fracture conchoidal; brownish-yellow, ‘somewhat translucent ; 
colours the blowpipe flame green, and fuses at the edges, with some intu- 
mescence, to a black, slightly magnetic enamel. (Breithaupt, J. pr. Chem. 
10, 503; Plattner, Rammelsberg. Handworterb. d. Min. Suppl. 1, 45.) 
Boiling-water extracts from the pulverized mineral 12°6 p.c. sulphuric 
acid, without any ferric oxide; 2°3 p.c. acid remains behind. (Rammels- 


berg, loc. cit.) It appears to be: (Fe*?0*,2PO0°+ 8Aq.)+4(Fe?0*,SO° 


+6Aq). 
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IRoN AND SELENIUM. 


_ A. Setenrpe or Iron.—Vapours of selenium passed over heated 
iron filings combine therewith, producing considerable evolution of light 
and heat; when iron filings are heated with pulverized selenium, partial 


ir Se eee 8 io abe ee ae eee. PAO ee el ee . 
RPS ee tp ol ee ee A es aes ay ' fe 


- PROTIODIDE OF IRON, | 247 


combination takes place, unattended with visible combustion. Yellowish- 
grey, with metallic lustre; hard, brittle, with granular fracture; when 
heated alone, it does not fuse, but merely bakes together. Fuses before 
the blowpipe, giving off suboxide of selenium, and forming a black, 
brittle globule, which has a conchoidal fracture, and appears to consist 
of ferrous selenite. Dissolves in hydrochloric acid, with evolution of 
seleniuretted hydrogen gas. If the hydrochloric acid contains air, or if 
the air has access to the liquid, a red cloud is formed, arising from the 
separation of selenium; at the same time there is evolved another gas. 
which has a very disagreeable odour, is not absorbed by water or by. 
aqueous alkalis, and gives a black precipitate with nitrate of mercurous, | 
oxide. tng 
Pounded selenide of iron, when heated with free selenium, takes up 
an additional quantity, and is converted into a brownish powder, which is: 
insoluble in hydrochloric acid, and gives off the excess of selenium at a 
strong red heat. (Berzelius.) 


_B. SELENITE oF FERRovs Oxipz, or Ferrous Senenire.—Iron is 
searcely attacked by selenious acid, but becomes covered with a copper- 
goloured film of selenium.—a. Monoselenite. Formed by double affinity. | 
White precipitate, which, when exposed to the air, first turns grey, and 
then yellow. When freshly precipitated, it dissolves in hydrochloric 
acid—the solution containing ferric oxide and selenious acid, and a portion 
of the selenium being separated. | 

_ 6, Biselenite.—By dissolving @ in selenious acid, from which, how- 
ever, it is soon deposited. Slightly soluble in water; the solution, when 
heated, yields a brown precipitate, which is a mixture of selenium and 
ferric selenite. (Berzelius.) 


. C. Sexenite oF Ferric Oxipr, or Ferric Senenrtte.—a. Sesqui- 
| selentte.—By digesting 6 or ¢ in ammonia. Does not dissolve in water, 
but passes with it through the filter. Contains about 48 ferric oxide to 
52 acid; the latter is completely evolved on the application of heat. © 

b. Terselenite—By double decomposition. White powder, becoming 
somewhat yellowish when dry. When heated, it gives off water, turns 
red, and loses all its acid. According to Muspratt, it contains 4 atoms of 
water. ; 

c. Sexselenite.—When iron is dissolved in excess of a mixture of 
boiling nitric acid and selenious acid, this salt erystallizes on cooling in 
pistaccio-green laminz, which give off their water and turn black when 
heated, afterwards become red on cooling, and give off all their selenious 
acid, leaving sesquioxide of iron. It is insoluble in water, but dissolves 
_ in hydrochloric acid, forming an orange-yellow solution, (Berzelius.) 
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Iron AND IoDINE. 


_ A. Prorropipz oF Iron, or Ferrous Iopipz.—1. The two substances 
unite readily, with slight evolution of heat, and form a brown mass 
which fuses at a red-heat and volatilizes at a higher temperature. 
(Guy-Lussac, H. Davy.)—2. Serullas, by passing iodine vapour and 
vapour of water through a red-hot gun-barrel containing charcoal, ob-- 
tained highly lustrous crystals which looked like gold filings and contained 
iodine and iron,—3, When 1 part of iron is digested in water with 2 parts 
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of iodine and the resulting aqueous iodide of iron boiled down in a glass — 
flask in which an iron wire is placed, a steel-grey mass is obtained, having 
a laminar fracture, fusing at 177°, of sharp and astringent taste, and 
smelling of iodine while yet moist. When strongly heated in the air, it 
gives off iodine in vapour, and is converted into ferric oxide. (Todd 
Thomson.) ae | | 
Hydrated Protiodide of Iron, or Hydriodate of Ferrous Oxide.—The — 
aqueous solution evaporated in the water-bath yields dark greenish-brown 
rhombic crystals, which, when strongly heated in the air, give off water 
and iodine. and leave sesquioxide of iron. (J..D. Smith, Phil. Mag. J. 7, 
156; also WV. Br. Arch. 5,56.) .The aqueous solution concentrated in a 
retort: till it froths up and attains the consistence of oil, solidifies to a 
greenish-black crystalline mass, consisting of green crystals which pass to 
“a higher state of oxidation even when kept in air-tight but not exhausted 
vessels. (Kerner, Ann. Pharm. 29, 183.)—The crystalline mass is greyish- 
black, radiating, and yields a bluish-green powder, which, when kept for 
4 months in a stoppered bottle, becomes covered with lamine of iodine, 
and afterwards dissolves but partially in water, forming a black-brown 
solution, while ferric oxide remains undissolved. (Preuss, Ann. Pharm. 
29, 329.) ‘ 


Anhydrous. | Crystallized. Smith. 
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Aqueous Protiodide of Iron, or Aqueous Hydriodate of Ferrous Oxide. 
—When 1 part of iron is brought in contact with 2 or 3 parts of iodine 
and with water, heat is evolved and a pale bluish-green solution formed. 
_ This liquid rapidly absorbs the oxygen of the air, with formation of ferric 
oxide—whereby a small quantity of basic salt is deposited—and evolution 
of iodine. This tendency to oxidation may be almost wholly prevented 

by adding sugar in quantity equal to twice that of the iodine, and 
evaporating to the consistence of syrup. (Frederking.) 
There appears to be no Sesgut-iodide of Iron, or Terhydriodate of 
Ferric Oxide. a BLE a Be 
1. When 2 parts of iodine diffused through water are saturated with 
iron, and 1.part more of iron added to the pale green filtrate (which is 
capable of taking up more than 1 pt.) there is produced a dark red-brown 
mixture, which smells strongly of iodine, and is probably a mere solution . 
of iodine in aqueous protiodide of iron [hydriodite of ferrous oxide]; it 
exhibits the reactions of a ferrous salt: Green precipitate with caustic 
alkalis and green with alkaline carbonates, soon turning red-brown; no 
colouring with sulphocyanide of potassium (but on the addition of sesqui- 
chloride of iron, the red colour immediately appears); blue with starch; 
and nevertheless a blue precipitate with ferrocyanide of potassium. The 
mixture when evaporated gives off iodine and leaves a, brown-red mass. 
(Kerner, Ann. Pharm. 30,117.)—The precipitate formed by ferrocyanide 
of potassium is light blue at first and afterwards [in consequence of the 
free iodine?| becomes dark blue, _ Ferricyanide of potassium gives imme- 
diately a dark blue precipitate. The solution evaporated to the consistence 
of syrup, whereby iodine is evolved, crystallizes on cooling in very 
deliquescent red-brown needles, from which water extracts protiodide of 
iron containing excess of iodine, and leaves ferric oxide. (Oberdorffer, 
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% WV. Br. Arch. 22, 296.)—2. Aqueous hydriodic acid prepared from 


126 parts of iodine, when gently heated with excess of recently preci- 
pitated hydrate of ferric’ oxide, dissolves a quantity corresponding to 


- 62°56 parts of the anhydrous oxide. The solution smells of iodine and 


exhibits the reactions mentioned under (1); hence it would appear that 
part of the ferric oxide and the hydriodic acid decompose each other, 


yielding protiodide of iron, free iodine, and water. (Kerner.) [The 


quantity of ferric oxide which Kerner found to be dissolved, is too great 
to correspond with the formula: Fe?0?+3HI=2Fel+1+3H0.|—The 
yellowish-red solution of ferric oxide in‘aqueous hydriodic acid is partly 
resolved by heat into protiodide of iron and free iodide. (Lassaigne, 
J. Chim. méd. 5, 333.)—8. Aqueous protiodide of iron deposits ferric 
oxide when exposed to the air; the remaining liquid, however, contains no 
sesqui-iodide of iron, but (to judge by its reactions with alkalis) protiodide 


of iron and free iodine. (P. Squire, Phil. Mag. J. 9, 79.) 


According to Berzelius, the brown powder which is deposited on 
exposing aqueous protiodide of iron to the air, is not pure ferric oxide, but 
a basic salt. 


_ B. Ledate of Ferrous Oxide, or Ferrous Iodate?— Iron dissolves 
without effervescence in iodic acid either dilute or concentrated; when the 
solution is boiled, a white powder is precipitated. (A. Connell, V. Hdinb. 
Phil. J. 11, 72.)—lIodate of potash gives a yellowish-white precipitate 
with solution of green vitriol. (Pleischl.) The precipitate is soluble in 
excess of solution of green vitriol; hence, it is only on the addition of 
considerable quantities of iodate of potash, that the precipitate, which is — 
of a dingy flesh-colour, becomes: permanent. It has an astringent, ferru- 
ginous taste. It dissolves sparingly in water, readily in solution of green 


| yitriol; the latter solution, when boiled, deposits basic iodate of ferric 


oxide, iodine being set free at the same time. (Geiger, Mag. Pharm. 29, 
253.)—-The precipitate which iodate of potash yields with green vitriol is 


white at first, but soon turns yellow, giving off iodine and increasing in 


quantity, and afterwards changes to brown basic iodate of ferric oxide. 
The mother-liquid, which has a yellow colour, deposits an additional 
quantity on boiling, and is afterwards fou to contain free hydriodic 
acid. (Rammelsberg, Pogg. 44, 559.)—With hydrochlorate of ferrous 


oxide iodate of potash gives a white precipitate, which when heated gives 


off chlorine and turns brown. (Simon.) 


C. Iopate or Frrric Oxipz.—a. Basic Salt.— Precipitated, on 
heating a mixture of iodate of potash and green vitriol, in the form of a 
yellowish-brown powder, haying an astringent, ferruginous taste. When 
heated in contact with paper, it detonates and gives off iodine vapour. 


(Geiger.)—The light brown precipitate which forms when the mixture is _ 
left to stand in the cold for some time, dissolves in hydrochloric acid with 


rapid evolution of chlorine, whereupon ammonia throws down a mixture 
of hydrated ferric oxide and iodide of nitrogen, which detonates violently 


when dry.  Dissolves readily in nitric acid, forming a liquid which 
contains no hydriodie acid, since it gives with nitrate of silver-oxide a 


copious precipitate perfectly soluble in ammonia. The light brown 


precipitate contains 19°28 per cent. of ferric oxide, 70°73 iodic acid, and 


9:99 water; it is therefore 3Fe*0*,510°+15Aq. (Rammelsberg.) . [The 
formula 4¥'e?0%,710°+18Aq. corresponds still more closely with the 


analysis; but both these formule are improbable. | 
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--}. Biniodate—Iodie acid and iodate of potash form with hydrochlorate 
_ of ferric oxide a white precipitate soluble in excess of the ferric hydro- _ 


chlorate. (Pleischl.) This precipitate, after washing and drying, has a 


_ dirty white colour and a weak ferruginous taste; is resolved by heat into — 
iodine vapour and ferric oxide; deflagrates with a violet light when heated 


with charcoal powder; dissolves readily in hydrochlorate of ferric oxide — 


and in 500 parts of cold water. The latter solution is colourless, but 


turns slightly brown when heated and deposits a few flakes. (Geiger. }— 


- The precipitate obtained with iodate of soda and sulphate of ferric oxide 


and ammonia is yellowish-white, with a tinge of red. after drying; is 
resolved at a red-heat into oxygen gas, iodine vapour and ferric oxide; — 
and is sparingly soluble in nitric acid. (Rammelsberg.) . 


: ; Rammelsberg. 
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 D. and E. Frrrovs and Ferric Pertopates.—Mono-iodate of soda 


“gives with ferrous and also with ferri¢ salts, yellowish-white precipitates 
soluble in dilute nitric acid. (Benckiser, Ann. Pharm. 17, 260.) . 


lrRoN AND BROMINE. 


' A, ProropromipE oF Iron, or Ferrous BromipE.—Bromine does 
‘not act upon iron in the cold. (Berthemot.)—1. When bromine vapour 


is passed over gently ignited iron wire, the wire glows vividly, fuses, and 


‘is converted into yellowish protobromide of iron. (Liebig, Schw. 48, 107.) 


——Iron filings similarly treated bake together into a greyish mass covered 


with golden-yellow scales of |[sesqui?] bromide of iron which may be- 
‘sublimed. (Berthemot, Ann. Chim. Phys. 44, 391; also J. Pharm. 16, 657.) 
—2. When iron filings are heated with hydrobromate of ammonia, 
_ hydrogen gas and ammonia are evolved, and bromide of iron in a very 


difficultly fusible state remains behind. (Léwig.)—38. A solution of iron 


‘in bromine and water, the iron being in excess, leaves dry bromide of 
iron when evaporated. (Berthemot.)—Protobromide of iron, when ignited — 


in the air, yields a sublimate of sesquibromide of iron, while sesquioxide 
remains behind. (Léwig.) : 138 


-. Aqueous Protobromide of Iron, or Hydrobromate of Ferrous Oxide —_ 


When bromide of iron is dissolved in water, or when iron is dissolved ina _’ 


mixture of bromine and water, or in aqueous hydrobromic acid, a pale | 


green solution is obtained, which, when cooled after evaporation, yields. 


~ rhombic tables of sex-hydrated bromide of iron, and when exposed to the — 


air turns brown and deposits ferric oxybromide. (Léwig.) 


ert Anhydrous. — Berthemot. 38. 4 i 
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_. B. Sesqurbromipe or Iron, or Ferric Bromwr.—1, By heating the 


ae protobromide with bromine. (Lowig.)—~2. By evaporating to dryness a 3 


i IRON AND CHLORINE. Se ae 


wobitie: oP iron in excess of bromine-water. (Licbig: eBiniven sods fuses 
at a gentle heat; while, at a higher temperature, part of ‘it sublimes in 

-lamins resembling mosaic gold, and the rest is. resolved into eae of 

bromine and a residue of ferrous bromide. (Léwig.) 

Aqueous Sesquibromide of Iron, or Hydr abeonrti of Fives Oxide —— 
Sesquibromide of iron deliquesces when exposed to the air. (Liebig.)— 
‘The same solution is obtained by dissolving hydrated ferric oxide in 
aqueous hydrobromic acid, or by mixing aqueous protobromide of iron 
with bromine. The solution; which is of yellowish-brown colour, much 

darker than that of the sesquichloride, and has a strongly ferruginous 


~ taste, gives off hydrobromic acid when evaporated, and deposits the folz 


lowing compound. It does not yield crystals when concentrated to the 
consistence of a syrup; but when completely evaporated, leaves a brown- 
red mixture of the following compound and sesquibromide of iron, yim 
latter may be sublimed by heat. (Lowig.) 


C. Ferric Oxypromrpe, —A compound of sesquidside, a iron with ; 


the sesquibromide.—Precipitated on evaporating the aqueous solution of 


sesquibromide of iron, or on mixing it with an insufficient quantity of 
potash-ley, or on gaat aqueous protobromide of iron to the air. 
_(Lowig.) 

-  Bromine-water converts hydrated ferrous oxide into hydrated fortio 


oxide and bromide of iron, which dissolves; 3 not a trace of ferric oxide Bey 


taken up. (Balard.) 
Bromate of Ferrous Oxide does not appear to abla Green vitriol : 


_ yields with bromate of potash a brown-red precipitate, which dissolves in > 


a larger quantity of water, forming a brown-red solution. (Léwig.) This 
precipitate consists of basic sulphate of ferric oxide, and the liquid con-— 


tains free bromine. (Rammelsberg.) Bromate of ‘potash yields, with 
: hydrochlorate of ferrous oxide, without precipitation, a a darker eae i 


which acquires a dark brown colour when heated. (Simon. 2B. 


D. Ae tacrns, OF Fuerte Ox1ps, or Furic Te ouen Bais ce 


precipitated hydrate of ferric oxide yields, with aqueous bromie acid, a 


reddish-yellow solution, which, when evaporated over ‘oil of vitriol im a 
receiver filled with air, acquires a greenish tinge, and without yielding 


crystals, forms a syrup, and afterwards, on evaporation over the water- ~ 


bath, a dark brown mass, from which ‘water. dissolves out the smaller 
portion, forming a yellowish solution, while the greater part remains 
‘undissolved in. the form of a quintobasic salt. This, when ignited, evolves - 
water, oxygen gas, and bromine vapour, and leaves black ferric oxide sit 
dissolves i in nitric acid. oe g, Pogg. 55, 68. ) 
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Tron AND. CHLORINE. 


PRorennnbyee or Iron, or Ferrous Cnnormr.—1. Formed by 
ane down a solution of iron in hydrochloric acid out of contact of air, 
Teed heating the residue till is water is expelled: The heating may be 


B5e2 | at "Sai SRO Ny 2 tee er 


performed in a glass tube closed at one end, and drawn out to a fine point 
at the other; or in a stream of hydrogen gas.—2. By passing chlorine 


gas through a red-hot gun-barrel filled with iron turnings, the barrel _ 


being connected immediately at the part which projects from the furnace, 
with a receiver in which the chloride of iron sublimes.—3. By passing 
hydrochloric acid gas over red-hot iron filings.—4. When iron filings are 
heated with sal-ammoniac, protochloride of iron remains in the residue. 

When prepared by method (1), it is white (Chevreul), without metallic 
lustre, opaque, and has a laminar fracture; fuses at a red heat, but does 
not volatilize even at the melting point of glass. (J. Davy, Schw. 10, 326.) 
—By (2), small white scales are obtained. (Thénard, Zraité.)—By 
(8), white micaceous scales. (Wohler & Liebig, Pogg. 21, 582.)—By 
(4), Pagenstecher (V. 7'r. 3,1, 399) obtained a mass consisting of soft, 
white, silky lamin, which dissolved in water without evolution of heat, 
and formed a colourless liquid, which turned green in the air, and gave 
a black precipitate with ammonia. 


J. Davy 
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_ Decomposed by ignition in a stream of oxygen gas or with chlorate 
‘of potash, yielding ferric oxide and chlorine. (Gay-Lussac.) When 
heated with moderate excess of air, it gives up one-third of its iron to the 
oxygen, and is converted into sesquichloride of iron which sublimes, and 
~sesquioxide which remains behind: | 


6FeC1+30 = 2Fe?Cl? + Fe?03. 


When brought in contact with vapour of water at a red heat, it gives off — 
hydrochloric acid and hydrogen gas, and is converted into ferroso-ferric 
oxide. (Gay-Lussac, Ann. Chim. Phys. 22, 424.) 


3FeCl +4HO = Fe?04+3HC1+H. 


With phosphuretted hydrogen gas, even at ordinary temperatures, it 
forms hydrochloric acid gas and phosphide of iron. (H. Rose, Pogg. 
24, 301.)—Oil of vitriol Thane it,even when cold, the products being 
hydrochloric acid gas and ferrous sulphate. (A. Vogel.) Does not yield 
sulphide of iron when ignited with sulphur. (A. Vogel.) 

| Letra-hydrated Protochloride of Iron, or Ter-hydrated Hydrochlorate 
of Ferrous Oxide.—Formed by evaporating and cooling a saturated solu- 
tion of iron in hydrochloric acid out of contact of air.—Hydrochloric acid | 
is boiled with excess of iron in a narrow-necked flask, till it is thoroughly 
saturated and sufficiently concentrated; the liquid thereby acquires a 
brownish-grey colour, and often, towards the end of the operation, becomes 
pale grey from formation of a basic ferrous salt, and exhibits a tendency 
to frothing; hence the heat must be kept moderate towards the close of 
the process. The solution is then—as in the preparation of green vitriol— 
passed through a filter moistened with water, the filter being placed in a 
funnel having a long, neck which reaches to the bottom of a vessel pre- 
viously rinsed out with hydrochloric acid. The resulting crystals are - 
exposed digesting at astemperature between 30° and 40°, and constantly 
_turned till they are dry; they are then preserved in stoppered bottles. 
‘They keep best when they have been dried at 50°: at that temperature, 
howeyer, they eflloresce slightly. (v. Bonsdorff, Pogy. 31, 89.)—Light 
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~ Dlue, translucent, oblique rhombic prisms, truncated on the acute lateral 
edges (Fig. 87), without the ¢- and f-faces; often shortened into tables. 
-(Bonsdorff.) Pale green, broadly truncated rhombic octohedrons, or 


rhombic prisms acuminated with octohedral faces. (Migs. 42 and 44 ; 
Reimann, Mag. Pharm. 17, 215.)—In ordinary air, the crystals soon 
acquire a grass-green colour; in air dried by oil of vitriol, they quickly 
effloresce to a white powder. (Bonsdorff.) When heated, they fuse in 
their water of crystallization. (Reimann.) 

When iron is dissolved in strong hydrochloric acid, crystals are formed 
at a certain stage of the operation, which dissolve in water with decrepi- 
tation and evolution of an inflammable gas. (Hess, J. pr. Ohem. 25, 126): 


Crystallized. Bonsdorff. Reimann. 
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According to Graham, also (Ann. Pharm. 29, 31) the crystals contain 
4 At. water to 1 At. chloride of iron. 

Protochloride of iron, whether dry or hydrated, deliquesces rapidly in 
the air and dissolves readily in water and alcohol; 1 part of the hydrated 
salt requires 0°68 cold water to dissolve it. (Reimann.) 

The aqueous solution of protochloride of iron—in the same manner as 
green vitriol—absorbs 4+ At. nitric oxide gas, and thereby acquires a 
dark greenish-brown colour. 249°6 pts. (4 At.) protochloride of iron 
dissolved in either a large or a small quantity of water, absorbs 25:14 
pts. of nitric oxide, and the mixture exhibits the same relations as that 
obtained with green vitriol.—Dry protochloride of iron likewise absorbs 


a small quantity of nitric oxide, and becomes dark-coloured. 100 parts 


of dry protochloride of iron absorb from 2 to 3°66 parts of perfectly dry — 
nitric oxide gas. (Graham.)—A much larger quantity is absorbed by the 
solution of dry protochloride of iron in absolute alcohol, which thereupon 
becomes nearly black. A solution of 1 pt. chloride of iron in 5 pts. 
alcohol saturated with nitric oxide, evolves a portion of that gas when 


heated, boils at 100°, giving off the remainder of the nitric oxide in its 


original state, the volume of the gas evolved being 23 times that of the 
alcohol; after several hours’ boiling, the liquid regains the colour which 
it had before saturation with the gas. (Graham, Phil. Mag. Ann. 4, 265 
& 331; also Schw. 55, 200.) a 


B. SesquicHLoRIDE oF Iron, or Ferric CuLoripe.—Perchloride of 
Iron; Iron Sublimate.—1..A piece of iron wire or a watch-spring intro- 


duced red-hot, or with a piece of burning tinder at the end, into chlorine 


gas, burns with a red glow and forms this compound, which then sublimes, 
The same result may be obtained by passing chlorine gas: over gently 
heated iron.—2. Protochloride of iron heated in chlorine gas, is converted 
into the sesquichloride.—8. When protochloride of iron, is heated in a 
vessel containing air, sesquichloride sublimes, and sesquioxide remains 
behind.—4. When an aqueous solution of the sesquichloride is’ evaporated, 
the dry compound remains behind, mixed with more or less ferric oxy- | 


chloride; the dry residue gently ignited in a loosely closed flask, yields 


the -sesquichloride sublimed in lamine.—5. A mixture of 1 pt. calcined 
ferrous sulphate, and 1 pt. chloride of calcium, is ignited in a flask till the 


“When loess in  ieariinak with oxygen gas, it yields ferric ale aa $ 
chlorine ; heated with aqueous vapour, it forms ferric oxide and hydro- 
chloric acid gas. With oil of vitriol and with poh it. behaves. like 


fos : the protochloride. (A. Vogel.) 


-. Hydrated Sesquichloride of T: ron, or. i ydrocklonate of Ferric Owide. -—— 


- Sesqitichloride of iron dissolves in water with considerable evolution of 


. heat, and likewises deliquesces in thevair. The liquid formed by deli- 
" quescence is called'Qleum Martis, Tie same solution may be obtained by 


a the following methods: 1. By dissolving ferric oxide or its hydrate in 


boiling hydrochloric acid. Pure blood-stone finely pounded may likewise 
be used for thispurpose. (Mohr.) 2. By dissolving iron to saturation in 
a definite quantity of hydrochloric acid; filtering the solution, and mixing 
it with half as much hydrochloric acid as it already contains; then heating 


the liquid to ebullition in a capacious vessel, and adding nitric acid in 


small portions till the dark brown colour first ‘produced by the absorption 
_ of nitrous gas has given place to a yellowish-brown, and the further addi- - 
tion of nitric acid produces no evolution of nitrous gas. The mixture is 
_ very apt to froth over, especially towards the end of the operation, when _ 
all the nitric oxide which has been absorbed is evolved. The same result 
— may also be obtained by dissolving iron in aqua-regia; but it is not easy to 
hit the right proportion of the acids.—3. By passing washed chlorine gas 
through aqueous hydrochloric acid saturated with iron, as long as the gas 
is absorbed. The dark brown liquid, which has a rough taste and colours 


-. the skin yellow, yields, on alte and ogoline ee ever s 


two different proportions of water. 


“a, Penta- hydrated. —1. Obtained by ee the Waid tc oH a syrup 
—mixing it with a small quantity of strong hydrochlori ic acid to re-dissolve 


the precipitated ferric oxychloride—and leaving it to itself in the cold, — 


(Stein, Repert. 18, 264,)—2. By fusing the crystals b—evaporating till 
the liquid becomes perfectly solid on cooling—replacing the lost hydro- 


a - -chloric acid--and leaving the solution to cool. (Fritzsche. )—3. cd he. <3 
_ erystals 6, placed beside oil of vitriol . under a receiver containing air, — 


soon deliquesce and form a thick liquid, in which large crystals then form, | 
till the whole is converted into a mass of erystals. (Fritzsche, J. pr. Chem. 


. 18,479.) . Aurora- red tables (Stein) ; large, Aeep, reddish-yellow crystals, | 


SS which fuse readily, and solidify again at 42°; they absorb water from the 9 
air eos rapidly, and with evolution of heat, (Britasche.) noite Ne 


i ee MebATE EL. aa irae (mean) 
- 2Fe. ae Ei eee atest iene. vat 96:32 HLS ; . ee 


BOL. cca main. Seca 10672 $1995 sian at ROG 
PBELOL afaatheiglen eos 2108 ce: chan di a i 
FeCh + 5Aq... De 205°2 ar AOR OO - 100-0 pee 


| Wh en. nthe crystals aand b: are. ales sboathir, a slight fall: of ee 
ture takes Place, and a mage is ssi peaimsieasies: sane as that eiases by . 


er deiboaiock Seabsieaitan of the crystals dic ith: guudoens ai, oat when : : 
mixed with water. (Fritzsche,) © 1 At. ferrie chloride dissolved in 9 At. — 
water. yields a liquid, which is identical with the Oleum Martis of the 
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older chemists (as obtained by deliquescence of the solid chloride in the — 


air), has a density of 1-545, and refuses to crystallize. (Kinast.) Hence 

there are two solutions of ferric chloride in water to be distinguished; one 

‘containing more than 5 and less than 12 atoms of water, the Oren con- 
taining more than 12 atoms. | 


-b, Dodeca-h ydrated. —Ferrie chloride deliquesces rapidly it in the air, — 

_ then crystallizes in the form of this salt, and afterwards deliquesces much 
Jess quickly. (Kinast, Kastn. Arch. 20, 281. ) This salt likewise separates 
slowly from an aqueous solution of the chloride not too much concentrated 

_. —fine radii stretching out in all directions from particular points, and 
forming pale orange-yellow, opaque, hemispheric nodules, into which the — 

- whole liquid is ultimately converted. If the evaporation has been carried 
too far, the: syrup will not crystallize unless it be exposed for some time 


to the damp air of a cellar, from which it can absorb water. (Mohr, Ann. ae 
‘Pharm. 29, 17 3.) A erystalline mass of this nature, having been kept oa 


for half'a year in a stoppered bottle, was found to be converted into — 
- brown-red transparent rhombic tables fof salt at], surrounded by a small | 
‘i erly of sop hake aleuind Repert. 67, 150.) 


-. Fritzsche (mean) Mohr. - 
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Aqueous Sesquichloride of I ron, or Aqueous Terh yidrocklorels of Ferric. 

aan Doide The salt 6 deliquesces slowly i in the air. ‘The aqueous solution, 

_ when evaporated, gives off more or less hydrochloric acid, depositing — 
ferric oxychloride; and if evaporated to perfect dryness—whereupon. a: 


further quantity of acid, together with some ferric chloride, is given off— _ Be 


it leaves a mixture of ferrie chloride with ferric oxychloride. When 
~ . silver is immersed in the solution, protochloride of iron is formed, and 


wards turns white. (Wetzlar. ) 


exposed to light or heat, it is converted, especially by the ether, into 
- -protochloride. The solution of ferric chloride in.a small quantity of 
alcohol of 96 per cent., remains liquid at 7°5°; but, if stirred with a glass 
 xod, immediately solidifies. to a solid yellow crystalline mass, ‘whereupon. 
be the eit alge rises to + 19°, yee ) 


ae Ge Ferrie A Aintconine. or Baste Liynaiienje nirti or Ferric tare 
a ian —a. Soluble Compound. —When recently precipitated hydrate of. 


ag it dissolves, a dark red liquid is obtained, having a specific. gravity. of 
~ 1-017, This liquid does not become turbid on boiling, dilution, or evapo- 
_ ration to ryness; but. if mixed with a few drops of nitric acid, it deposits . 


f _ a dark bluish-green. precipitate with ferrocyanide of potassium. A sample 
of this liquid yielded by precipitation with potash, 155 parts of ferric 
moe pede, and atiprsrands by proce pean with nitrate of silver. (alter addition 


9 


the silver is converted into chloride, which ‘Is black at first, but. after- oo. 


Ferric chloride is likewise soluble in aleohol and in ther} ; bu 


ferric oxide is added to an aqueous solution of ferric chloride, as long 


the greater part of the oxide in the form of a basic compound, and gives vi 


956 a ae IRON. 


of nitric acid) 60 parts of chloride of Anes Fishes this compound 
appears to consist of 14Fe?0° + Fe’Cl’. | If more hydrated oxide be added 
to the liquid than it is able to take up, the soluble compound unites with 
it, and forms the insoluble variety. (Phillips, Phil. Mag. sakes 8, 406; 
also Br. Arch. 39, 39.) 


b. Insoluble Compound. — Precipitated in rust-brown flakes when 
hydrochlorate of ferric oxide is mixed with an insufficient quantity of an 
alkali, or when it is evaporated, or when the mono-hydrochlorate of 
ferrous oxide is exposed to air in the hydrated state. When aly it 
first gives off water, then ferric chloride, and leaves ferric oxide. 


Hypochlorite of Ferric Oxide does not appear to exist. Hydrated 
ferric oxide dried in the air, and then introduced into dry chlorine gas, 
quickly fuses into a dark red liquid, which decolorizes indigo and gives 
off all its chlorine at a boiling heat, leaving ferric oxide. (Grouvelle.) 
The absorption goes on slowly; the solution exerts a decolorizing action, 
evolves chlorine and hypochlorous acid when heated, and deposits the 
ferric oxide. It appears to consist of sesquichloride of iron and free 
hypochlorous acid, which, on the application of heat, are resolved into 
free chlorine and ferric oxide. Aqueous hypochlorous acid does not dis- 
-solve ferric oxide; and when hypochlorite of lime is mixed with ferric 
‘sulphate, the ferric oxide is precipitated together with the sulphate of 


et lime, and free hypochlorous acid remains in the liquid, (Balard.) 


D. PERCHLORATE OF FrRRovs Oxink, or Ferrous. PERCHLORATE.— 
When green vitriol is precipitated by perchlorate of baryta, and the 
liquid filtered and evaporated, long colourless needles are obtained, which 
remain permanent for a long time in the air, and then oxidize in the 
manner of green vitriol. They scarcely detonate on glowing coals, When 
the solution is evaporated in the air, a small quantity of ferric galt is 
formed, (Serullas, Ann. Chim. Phys. 46, 305.) 


IrRon AND FLUORINE. 


A. ProrortvortpDE oF Iron, FeF, and MoNnonuyDROFLUATE OF 
Frerrovs Oxipr.—Iron dissolves in warm aqueous hydrofluoric acid, with 
evolution of hydrogen. The liquid, when evaporated, yields white rect- 
angular tables, which turn pale yellow in the air. These crystals, when 

gently heated, give off water, and are converted into the dry protofluoride 
of iron, which undergoes no alteration when ignited in the air; but if the | 
crystals.are suddenly heated, a small quantity of hydrofluoric acid goes 
off together with the water, and the residue has a red tinge from admix- 
ture of ferric oxide. The crystals dissolve with difficulty in pure water 
——more easily in water containing hydrofluoric acid. Alkalis precipitate 
hydrated ferrous oxide from the solution. © Protofluoride of iron combines 
with the fluorides of the alkali-metals, forming colourless, difficultly fusible 
compounds. (Berzelius.) 


B. SESQUIFLUORIDE OF Inon, Fe?F%, and Trr-nyDROFLUATE OF 
Ferric Ox1rpr.—Formed by saturating aqueous hydrofluoric acid with 
hydrated ferric oxide. The colourless solution, when evaporated, deposits 
pale flesh-coloured crystals, haying a sweet and rough taste. These 
crystals re-dissolve perfectly, but slowly, in water, forming a colourless 
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liquid. Sesquifluoride of iron combines with other metallic fluorides, 

forming compounds which, for the most part, are nearly or quite insoluble, 
but nevertheless are not deposited from a mixture of the aqueous solutions — 
of the two fluorides till- heat is applied. (Berzelius.) | 


C. Ferric Oxyrivoripg, or Basic HypRoFLUATE oF FERRIC OxIpE. 
Precipitated on mixing the aqueous solution of B with excess of ammonia. 
Rusty-yellow powder. (Berzelius.) 


Iron AND NITROGEN. 


A. Nirripr or Iron.—Dry ammoniacal gas passed over iron wire 
heated to redness in a tube, is resolved into hydrogen and nitrogen gases, 
and the iron becomes very brittle, though it does not perceptibly increase 
in weight. (A. Berthollet, Gib. 30, 378.) The increase in weight, after 
the gas has been passed over the iron for 24 hours, does not exceed 0:2 
pts. for 100 parts of the iron. (Thénard, Ann. Chim. 85, 61; also Gilb. 
46,267.) After 9 hours’ passage of the gas, it amounts to only 0°15 to 
every 100 parts of iron; after 2 hours’ passage of the gas, the iron 
appears brittle, exhibits the fine-grained fracture of steel, may be hardened» 
in the same manner as steel, and will then give sparks with flint; but 
after 9 hours’ passage of the gas, it is even softer than common iron, no 
longer admits of hardening, and its specific gravity is diminished from 
7788 to 7:6637. (Savart, Ann. Chim. Phys. 37, 326; also Pogg. 13, 172.) 
—When ammoniacal gas, freed from water and carbonic acid by passing 
over chloride of calcium and hydrate of potash, is passed for 6 or 8 hours 
over red-hot iron, 100 parts of the iron increase in weight.by 7 to 11°5 

pts. [11°5 :100=14 : 121-7; hence each atom of nitrogen is united with 
more than 4 At. (108 pts.) and less than 5 At. (135 pts.) of iron]. The 
nitride of iron thus obtained is white, brittle, and even friable; its spe- 
cific gravity often does not exceed 5:0; with the magnet and with acids 
it acts like other iron, but is more readily altered by air and water.— 
Hydrogen gas, passed over red-hot nitride of iron, withdraws the nitrogen 
from it and forms ammonia; a case of reciprocal affinity. The hydrogen 
gas evolved when nitride of iron is dissolved in dilute sulphuric acid 
contains abont 6 per cent. of nitrogen; the quantity of gas evolved is. 
also less than when pure iron is used, because sulphate of ammonia is 
formed at the same time. Sometimes the iron, after ignition in ammo- 


combination of the nitrogen with the iron is but transient, butsha 
effect of altering the mutual arrangement of the atoms. (Despretz, 
Chim. Phys. 42, 122; also Pogg. 17, 296.) aes 


B. Nitrate oF Ferrous Oxipe, or Ferrous Nitrate.—Protonitrate 
of [ron.—1. Formed by precipitating nitrate of baryta with.an equivalent 
quantity of ferrous sulphate and evaporating the filtrate in vacuo over 
oil of vitriol.—2. By dissolving iron in very dilute nitric acid, and_expos- 
ing the solution to the air to free it from nitric oxide, which gives it a 
greenish-brown colour. (H. Davy.) —The iron should be immersed in 
water, and nitric acid free from nitrous acid and chlorine, added in small 
portions and with constant agitation, so that the temperature may not 
rise above 50°; as often as the liquid cools down, fresh acid must be 
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added. Under these circumstances, no gas is evolved, but nitrate of 


ammonia is formed at the same time. (Berzelius.) 
8Fe + 1ONO*® +3HO = 8(FeO, NO*) + NH3, NO®. 


_ 1 part of nitric acid with 8 parts water evolves no gas in acting upon 


iron; with 2 parts water, nitrous oxide is at first evolved, mixed with 
nitric oxide; afterwards only the latter. (Pleischl, Schw. 38, 464.) — 
The pale green solution thus obtained does not deposit ferric oxide or 
give off nitric oxide gas, till it is heated to the boiling point. (Berzelius, 
Pogg. 27, 121.\—8. Protosulphide of iron dissolves in dilute nitric acid 
surrounded with a frigorific mixture, hydrosulphuric acid being evolved 


and a greenish liquid formed, which, on the slightest rise of temperature, 


is converted into a ferric salt. (Berzelins.)—4. The solution of scale-oxide 
of iron in strong nitric acid yields, after a while, nearly colourless, right- 
angled four-sided prisms with dihedral summits. These crystals deliquesce 
in the air, and have a sharp taste. Schénbein regards them as con- 
sisting of ferric nitrate, to be immediately described. The solution of 
the scale-oxide, when heated or exposed to the air, is converted into ferric 
nitrate, with deposition of yellow flakes, (Vauquelin.) 


_ C, Nrrrate or Ferric Oxrper, or Ferric Nirrate.—Pernitrate of 
fron.—Nitric acid, when not too dilute, attacks iron very energetically, 
great heat being produced, nitric and nitrous oxide evolved, and nitrate 
of ammonia formed at the same time;\if the acid is in excess, a brown 
solution is formed; if it is deficient, a yellowish-brown basic salt is the 
result. 

a. Acid Salt.—a. Formed by dissolving iron, ferric oxide, or its 
hydrate in heated nitric acid. The anhydrous oxide dissolves very 
slowly in nitric acid, much less readily than in hydrochlorie acid.—The 
yellowish-brown solution becomes syrupy on evaporation, and subse- 
quently leaves a brown residue which gives off its acid when gently 


heated, so that first a basic salt and afterwards pure ferric oxide is left. 


8B. When 1 volume of the concentrated solution « is mixed with 
5 volumes of water, and the yellow mixture gradually heated till it boils, 
it assumes a deep blood-red colour—retains this colour without becoming 
turbid, on cooling,—and then, on the addition of a small quantity of nitric 
acid, deposits the basic salt 6, 8, from which the colourless liquid must be 
quickly filtered, before the precipitate re-dissolves. The colourless 
liquid, evaporated to a syrup and then left to itself in close vessels, 
crystallizes in colourless or pale yellow cubes. The brown solution a,a 
may also be mixed with an additional quantity of nitric acid: it thereby 


. becomes nearly colourless, and on the subsequent addition of water, loses ' 


all its eolour, and then, after filtering and evaporation, yields the same 
cubes. The yellowish colour of the cubes disappears almost wholly 
when they are dried between bibulous paper, the mother-liquid being 
thereby absorbed. [Frey (Kastn. Arch. 14, 176), by a method which he 
does not describe, obtained rhombohedrons with truncated edges; angles 
of the rhombohedron = 78° and 102°.|—The crystals fuse at a tempera- 
ture below 50°; they deliquesce rapidly in the air, forming a liquid of a 
honey?yellow colour, and dissolve in all proportions in water. A some- 
what concentrated solution turns yellow on each application of heat, the 
colour being stronger the higher the temperature; a very dilute solution 
becomes permanently yellow by boiling, and if nitric acid be added to it, 
after cooling, it again deposits a certain quantity of the basie salt 6,8. 
(Schénbein, Pogg. 39, 141.) “4 | #* 
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6. Basie Salt.—a, Precipitated when a perfectly saturated solution of 
ferric oxide in nitric acid is diluted or boiled; or when a,« is mixed with 
a quantity of alkali not sufficient to precipate it completely. It is also 
formed by digesting hydrated ferric oxide with the acid solution of a,q, 
or with a quantity of nitric acid not sufficient to dissolve it; by boiling a 
very dilute solution of a,« containing the smallest possible excess of acid; 
and by evaporating the solution of a,a to dryness, and carefully heating 
the residue.—Brown, gelatinous gvhen moist, and partly soluble in per- 
fectly pure water, forming a red solution. (Berzelius.) The product 
obtained by heating a,« contains, according to Grouvelle, 81:26 (4 At.) 
ferric oxide, 14°06 (1 At.) acid, and 4°68 (2 At.) water. 

8. For the preparation, see a,8. Ochre-yellow powder, easily soluble — 
in pure water, in which it forms a deep blood-red solution. The solu- 
tion, when concentrated by evaporation, solidifies in the cold to a black- 
brown jelly. Nitric acid added to the aqueous solution precipitates 
a portion of the salt. The dry salt dissolves slowly in cold, and quickly 
in warm nitric acid, forming a colourless liquid which exhibits the same 
characters as the solution of a,8. (Schénbein.) 

When a ferrous salt is supersaturated with ammonia and the liquid 
filtered, a colourless solution is obtained which quickly turns green in 
the air, and afterwards exhibits a brown turbidity, arising from the for- 
mation, first of hydrated ferrous oxide, and afterwards of hydrated ferric 
oxide. Hence an opinion has been entertained that hydrated ferrous 
oxide is soluble in ammonia. But the same liquid is formed when the 
ammonia is not added in excess.—In fact, the filtrate contains a double 
salt, in which part of the acid of the iron-salt is combined with ferrous 
oxide, the rest with ammonia; and the ammonia added in excess cannot 
precipitate the ferrous oxide which remains in solution, until the latter is 
converted into ferric oxide by exposure to the air.—Grotthuss (Schw. 
30, 70) likewise found that iron is not soluble in aqueous ammonia, and 
that it neither precipitates copper from a solution of cupric oxide in 
ammonia, nor dissolves in that solution. 


q. C’. AzopnospHaTE or Ferric Oxipe, or Ferric AZoPHOSPHATE. 
—wWhen chlorophosphide of nitrogen (11. 474) is dissolved in alcohol, 
and potash orammonia added, decomposition instantly ensues; and if the 
liquid be then evaporated to dryness, the residue re-dissolved in water, 
and the solution neutralized and boiled with a ferric salt, a white floccu- 
lent precipitate speedily forms, having the appearance of ordinary ferric 
_ phosphate, but distinguished from that salt by being insoluble in dilute 
acids, and easily soluble in ammonia.—This salt is the azophosphate of 
ferric oxide.—It is immediately decomposed by solution of potash, 
azophosphate of potash being formed, and ferric oxide remaining undis- 
solved. Alkaline carbonates decompose it on the application of heat. 
When fused with potash, it evolves ammonia, and the fused mass re-dis- 
solved in acid and treated with ammonia, yields ordinary ferric phos- 
phate. Strong sulphuric acid dissolves it and decomposes it when 
warmed.—The salt when dried at ordinary temperatures, or at 100°, has 
a light buff colour; but when heated to about 330°, it suddenly gives off 
vapour of water and ammonia, and assumes a dark brown colour, while a 
small quantity of a white crystalline body sublimes. The sublimate is 
_ soluble in water: the solution treated with nitrate of silver yields a 
_ white precipitate which immediately changes to a clear orange-red; and 
_ shortly afterwards there is formed a quantity of a black substance inso- | 
i | § 2 
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luble in ammonia, apparently polneal silvarsecthe composition of ferric 
azophosphate is as follows :—— | ti 


Dried at or above 100°. Gladstone. 
ARAN. 
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243 ....100°00 \ Fe’O?, P2NO°+5Aq. 243 .... 100°00 


Tt is not easy to determine in what state the 5 atoms of water exist in 
the salt, inasmuch as no appearance of crystallization can be perceived, 
even with the aid of powerful microscopes; but it is evident that one of 
the atoms must be differently combined to the rest, since it is driven 
off at 100°, while the others remain. (Gladstone, Chem. Soc. Qu. J. 
8, 142.) 7 


D. ferrite of Ammonia ?—Ferric oxide or its hydrate, whether 
natural or artificial, is always found, after exposure to the air for some 
time, to contain ammonia. 


K. Carponats oF Ferric OxipE anpD AmMonta,—Jerrico-ammonie 
Carbonate.-—When a ferric salt is supersaturated with concentrated 
carbonate of ammonia, the precipitated ferric hydrate gradually re-dissolves 
in the liquid. The deep brown-red liquid, if diluted with water, again 
deposits the hydrated oxide after a while—Hydrated ferric oxide pre- 


cipitated by ammonia from a solution of the sesquichloride, and well | 
boiled with potash, is insoluble in carbonate of ammonia, according to 


Grotthuss; hence the presence of the ammoniacal salt produced in the 
precipitation, contributes to the re-solution of the hydrate. . 


FF, Puosprate or Ferrous Oxipr AND AMMONIA.—SJerroso-ammonic 


Phosphate.—Formed by mixing a solution of 14 parts of iron in hot 
hydrochloric acid with a small portion of sulphite of ammonia; -wdding 
to it while hot a thoroughly boiled aqueous solution of 100 pts. erystal- 
lized ordinary diphosphate of soda, which immediately precipitates white 
phosphate of ferrous oxide; then adding ammonia in slight excess— 
immediately closing the flask, which must be completely filled with the 
liquid—agitating—and leaving the mixture to itself for a few minutes till 
the precipitate, which is flocculent at first, is converted into lamina, 
which sink rapidly to the bottom. If.it remains flocculent, the liquid 
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must be heated again, perhaps with the addition of a small quantity of 


ammonia; if part only of the precipitate becomes crystalline, the lighter 
flakes must be separated by levigation from the crystalline lamine. 
The laminz, on which the air no longer exerts any oxidizing action, are 
then thrown upon a filter, washed with thoroughly boiled water, and 
dried. No ammonia must be added to the water, because it imme- 
diately induces oxidation, so that hydrated ferric oxide remains on the 
filter, and the water runs off brown; hence also, in preparing the salt, 
care must be taken not to add too much ammonia.—-Greenish-white, soft 
Jaminze, which, when rubbed on the hand, produce a coating like silver; 
they are permanent in the air; the salt when heated in the air gives off 
water and ammonia, and leaves, first, greenish ferrous phosphate, amount- 
ing to 77 per cent.—then yellowish-white ferric phosphate. With potash- 
solution it evolves ammonia, and when boiled therewith, gives up its 
phosphoric acid, and is converted into ferroso-ferric oxide having the 


‘form of the original lamine. Insoluble in water, even at the boiling 


heat. While yet moist it dissolves readily in acids, even when dilute; 
but after drying, it dissolves but sparingly and with difficulty, even in 
concentrated acids. (Otto, J. pr. Chem. 2, 409.) 


Otto 
meee ete | Celt enh 170 gii7y ah 8°77 
aad a ee 70-0 37°76 ; 
a ke es 14 scat vosennn 77°00 
Se geet thi Re AeA a 27-0 14:56 
NH#0, 2FeO, cPO®+2Aq..... 185°4 100-00 


- This composition is analogous to that of phosphate of magnesia and 


ammonia dried at 100°. (Graham.) 
The greenish precipitate which ammonia forms with acid phosphate 


- 


of ferrous oxide, re-dissolves in excess of ammonia. (A. Vogel.) 


G. PHospHATE oF Ferric OxipE AND AmMontA.—Ferrico-ammonic 
Phosphate.—White phosphate of ferric oxide dissolves, with a brown 


colour, in aqueous ammonia, which may afterwards be expelled by evapo- 


ration. (Dobereiner, Schw. 26, 271.) 


 G’. AMmontacaL AZOPHOSPHATE OF Ferric Oxipx. — Ferric 
azophosphate (p. 259) dissolves in ammonia, forming a red solution from 
which the iron-salt may be again precipitated by the addition of an acid. 
The ammoniacal solution carefully evaporated over the water-bath, yields 
a dark red mass very soluble in water, but showing no disposition to 
crystallize. When treated with water, after being perfectly dried, it 
separates into two portions, the one soluble containing ammonia, and 
giving a characteristic precipitate when treated with an acid—the other 


having the form of micaceous plates of the colour of ferricyanide of 


potassium: these appear to be chiefly sesquioxide of iron. (Gladstone, 
Chem. Soc. Qu. J. 3, 146.) T. 


H. Suneuate or Ferrous Ox1pE anp AmMontA.—Ferroso-ammonic 
Sulphate.—To form this salt, a solution of 66 pts. (1 At.) of sulphate of 
ammonia and 188 pts. (1 At.) of green vitriol is left to crystallize. On 
mixing equal measures of the saturated solutions of green vitriol and 
sal-ammoniac, the same salt likewise crystallizes out gradually, while 
protochloride of iron and ammonium remains in solution. (A. Vogel.) 


.—The erystals=NH*0,80*°+Fe0,S0°+6 Aq. are isomorphous with. 


Fig. $4. (MAadhenlich; “comp. Mars, Sch t 
. purified by re-crystallization, are transparent, and colourless, very hard, 
and effloresce somewhat above 100°. When “heated, they swell up to a 
- white mass, without fusing, and give off water, ammonia, and sulphate of 
ammonia. Oil of vitriol “abstracts their water, and makes them opaque. 
They are much less soluble in water than green he ky (A. Vogel, 
J. pr. Chem. 2, 192.) © 


I. SuLpHatE -oF Rave OxIDE AND pay ioe AE 


Sulphate.—a. Basic.—When a solution of iron in a dilute mixture of 
sulphuric. and nitric acids is exposed to the air, this double salt is pre- 
| cipitated 1 in the form of an ochre, which, when heated, gives off water and 
ammonia, and afterwards sulphurous acid—is not decomposed by caustic 
rari is but very sparingly soluble In hydrochloric acid, (Ber- 
zelius 

6. Containing Bisulphate of Ferrie Oxide. —Formed by adding 
ammonia ,to a solution of ammonia-iron-alum till the precipitate begins 


to be permanent, and leaving the dark brown mixture to evaporate 


spontaneously.—Transparent, yellowish-brown, short, regular, six-sided 
prisms, soluble in 2:4 pts. of cold water. (Maus, Pogg. bE 3: 


; Maus. 
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GEEO e625 Bet ect odlin panes tate, Meaedlac seeatoas iY Demers Rego ge ag eer 16°75 
2(NH#0O, SO3) + Fe?03, 2S03 + 4Aq. ........ aaa 100: 00 Reset 100°00 


ce. Containing Tersulphate of Ferric Oxide. Bhs fers from a 
mixture of sulphate of ammonia and tersulphate of ferric oxide in 
colourless, regular octohedrons and cubo-octohedrons (figs. 2 and 4), the 
specific gravity of which, according to Kopp, is 1°712.. They are soluble 
in 8 parts of water at 15°. (Forchhammer.) The yellow colour which 
the salt occasionally exhibits, arises from excess of the iron-salt, and 
disappears on recrystallization. (Forchhammer; Ann. Phil. 5, 406; Ber- 
gee Afhandiingar B. 3; also Scher, Ann. 7 228; Mitscherlich.) 


Forchhammer, 
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K, Hypropromate OF AMMONIA CONTAINING SESQUIBROMIDE OF 
Iron.—An aqueous solution of 3 pts. sesquibromide of iron and 2 pts. 
hydrobromate of ammonia yields, on gentle evaporation, light red needles 
united in bundles. These crystals, when dissolved and treated with 
ammonia, yield 2°47 per cent. of ferric oxide. ‘They do not become 


248) ee many tion as 
65.) The crystals when 


moist by exposure to the air; are easily soluble in water; and separate 4 
from the solution, on evaporation, with a diminished amount of iON, . 


while a mother-liquid richer i in iron remains. (Lowig.) 


__. L. AmMoni0-prorocutoripE or Iron.—Protochloride of iron absorbs 
amimoniacal gas with ayidity, and swells up toa white powder which 
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gives up its ammonia when heat 
resolved into h 
_ (Faraday.) 


_ M. Prorocutoripn oF Jron anp Ammonium, — Ferroso-ammonic 
Ohloride—By boiling iron filings with a saturated solution of sal- 
ammoniac in a close vessel—whereupon hydrogen and ammoniacal gas are 
evolved—and leaving the solution to crystallize by cooling. (Hisinger & 
_ Berzelius, Gib. 27, 273.)—2. By mixing saturated solutions of green vitriol 
and sal-ammoniac in equal volumes—allowing the ferroso-ammonic sul- 
- phate to crystallize out—pouring off the remaining liquid and evaporating 
it to the crystallizing point—and separating the crystals mechanically 
froin the sal-ammoniac which crystallizes out with them. (A. Vogel, J. pr. 
Chem. 2, 192.) —3. An aqueous solution of 1 pt. protochloride of iron and 
4 pts. sal-ammoniac, prepared hot and filtered, is set aside for 24 hours in 
a closed vessel—and the resulting crystals dried as quickly as possible, 
and. kept in stoppered bottles. (Winckler, Repert. 59, 171.)—Prepared by 
(1): bluish-green crystals, which, when exposed to the air, become covered 
with hydrated ferric oxide, and whose aqueous solution is not precipitated 
by ammonia, unless the air has access to it. (Hisinger & Berzelius.)— 
By (2): lemon-yellow, transparent octohedrons which neither deliquesce 
nor effloresce in the air—give off sal-ammoniac when heated—and are — 
easily soluble in water, but not in alcohol. (A. Vogel.)—By (8): trans- 
parent and colourless rhombohedrons, which have a sharp saline and 
afterwards astringent taste, contain 11°2 per cent. of ferrous chloride, 
turn yellowish in the air, and are easily soluble in water. (Winckler.) 


rest leaves protochloride of iron. 
quickly than pure sesquichloride of iron. 
considerable quantities, it dissolves with a hissing noise; the solution is 
dark red and transparent. (H. Rose, Pogg. 24, 302.) 


eae 


~ 


‘at 


ee 


See Seer eee eb erseeeaseeorisarsoes 


POOR eee ee ree eee anee eres eres er erenned 


IVE PCeReee errr eee eee eee ee) 


PTeEeUrT Peete re eee ees 


d, “but on the addition of water, is partly _ 4 
of ammonia and hydrated ferrous oxide. 


AMMONIO-SESQUICHLORIDE OF Iron.——Sesquichloride of iron 
‘slowly absorbs ammoniacal gas at ordinary temperatures, producing a 
slight disengagement of heat, but without alteration of external appear- 
Part of the compound volatilizes undecomposed when heated; the. 
It deliquesces in the air, but less 


When thrown into water in 


H. Rose. 
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0. SEesquicHLtoRipE or Iron anp? Ammontum.—Ferrico-ammonic 
Chloride—1. A solution of sal-ammoniac in a large excess of ferric 
hydrochlorate, when evaporated over oil of vitriol within a receiver con- 
taining air, yields garnet-coloured crystals belonging to the oblique 
prismatic system, which may easily be mistaken for regular octohedrons; 
they are not decomposed by water like the corresponding compound of 
chloride of potassium. (Fritzsche, J. pr. Chem. 18, 484.)—2. By slowly 
evaporating a mixture of this nature, the author obtained very deli- 
quescent rectangular octohedrons, haying two of the basic edges and four 
of the basic angles truncated. 3 


Fritzsche. _. 
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P. SAL-AMMONIAC CONTAINING SESQUICHLORIDE oF Iron. —A 
solution of from 8 to 24 parts of sal-ammoniac and 1 part of sesqui- 
chloride of iron in water yields on evaporation, aurora-red transparent 
crystals. According to Geiger, these crystals are acute rhombohedrons 
when they contain a medium quantity of iron, but obtuse when the 
proportion of iron is either very small or very large; according to Marx 
also (Schw. 54, 304), they appear to be made up of a great number of 
small cubes not quite regularly grouped together, whereby the cubical 
shape is somewhat altered. (Gm.)—The quantity of iron is small and 
variable. If 24 parts of sal-ammoniac are used to] part of the ferric 
chloride, the crystals contain 0°85 per cent. of ferric chloride; if 14 parts 
of sal-ammoniac are used, they contain 1:93; and with 3 sal-ammoniac, 
they contain 5°12 per cent. of ferric chloride. The mother-liquor of the 
last-mentioned crystals yields, on further evaporation, brown-red crystal- 


line granules, containing 5°75 per cent. of ferric chloride. (Geiger.) 


When 10 pts. sal-ammoniac have been used with 1 pt. ferric chloride, 
the crystals contain 0°86 per cent. of the latter. (Winckler, epert. 
67, 155.) The crystals, when heated, become yellow and opaque, and 
evolve, first sal-ammoniac, and afterwards ferric chloride. They dissolve 
in 3 parts of cold water; those in which the proportion of ferric chloride 
does not exceed 5°12 per cent., become moist only in damp air; those 
which contain 5°75 p.c. FeCl’, become moist even in dry air. (Geiger, 
Repert. 18, 422.) When their aqueous solution is evaporated, sal- 
ammoniac crystallizes out, nearly pure at first, but afterwards continually 


_ richer in iron, being first yellow and then red, and there remains a 


mother-liquid richer in iron. 

To these mixtures of ferric chloride and sal-ammoniac, belong the 
Ferruginous Flowers of Sal-ammoniac, Llores Salis-ammoniact martiales. 
These are obtained:—1. By subliming 16 pts. sal-ammoniac with 1 pt. 
ferric oxide, whereupon ammonia is evolved; or with 1 pt. iron filings, 
in which case hydrogen is set free and protochloride of. iron and ammo- 
nium is produced, the latter, however, if the air has moderately free 
access to it, is converted into sesquichloride of iron and ammonium, while 
ferric oxide is left behind.—2» By subliming a mixture (obtained by 


evaporation) of 12 parts sal-ammoniac and hydrochlorate of ferric oxide | 


prepared from 1 part of iron filings.—3. By dissolving 16 pts. sal-ammo- 
niac and 1 pt. ferric chloride in water and evaporating to dryness. Some 
pharmacopeias, however, direct the preparation of the crystals above 


described. Yellow saline mass, which-is yellower and more deliquescent 


in proportion as it is richer in iron, 


Iron AND PoTAssium. 


A. Attoy or Iron anp Porass1um.—Formed in the preparation of 
potassium by method No. 2 (III. 5), when pieces of iron happen to be 
situated at the lower end of the gun-barrel where it projects from the 
furnace.—Whiter than iron, malleable, and so soft that it will often take 


 - 
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impressions from the nails;. more fusible than iron. Oxidizes in the airy 


effervesces with water and with aqueous acids. (Gay-Lussac & Thénard.) 


B. Frerrire or Porasn.—1. When hydrate of potash is fused in an 
iron crucible, and the whole digested in water after cooling, a portion of 


ferric oxide (ferrous acid) is dissolved together with the potash.— 


2. When recently precipitated hydrate of ferric oxide is boiled for an 
hour with strong caustic potash, a very pale yellow liquid is obtained 
containing a small portion of ferric oxide. (Chodnew, J. pr. Chem. 
28, 221.) ore 


C. Ferrate or Potasu.—-Becquerel (Ann. Chim. Phys. 51, 105) 
found that ferric oxide ignited in a silver crucible with from 4 to 6 times 
its weight of potash-hydrate, dissolved in the potash, but was separated 
again, with evolution of oxygen, when the potash was dissolved in water; 
this escape of oxygen was attributed by Becquerel to the presence, not of 
ferric acid but of peroxide of potassium.—Ferrate of potash is formed 
when iron or ferric oxide is heated to redness with nitre or peroxide of 
potassium, or—if air has access to the mixture—with hydrate of potash. 
It is also produced by the action of chlorine on ferric oxide diffused 
through a strong solution of potash (Fremy, J. Pharm. 27, 97; also 
J. pr. Chem. 26, 108); and by galvanic action. @ The existence of 


_ ferric acid appears to have been known to Stahl, who observed that when 


iron is calcined with nitre and the mass digested. in water, the caustic 
alkali produced by the calcination of the nitre takes up part of the iron, 
forming an amethyst or purple solution; also, that if a very dilute solution 
of iron in nitric acid be poured by small portions at a time into very 
strong caustic potash and the liquid agitated, the iron dissolves and 
imparts a blood-red colour to the liquid.—-Subsequently, Eckeberg (ongl. 
Vetensk. Handl. 1802, p. 68; also Scher. J. 9, 607) on fusing gadolinite 
with caustic potash, obtained an alkaline solution which had a dark red 
colour and deposited a brick-red compound of iron and lime. And ina 
note he adds that the red colour is not due to manganese, for even iron 
alone can dissolve in caustic potash and produce the most beautiful 
purple colour, provided it has been previously roasted. (J. pr. Chem, 
82, 448; comp. Kopp, Geschichte d. Chem. 1, 192.) T | 
Preparation of the dry salt.—1. By igniting ferric oxide very strongly 
for some minutes with nitre and hydrate of potash. If the heat is too 
low, nitrite of potash remains undecomposed, and then, on the addition of 
water, reduces the ferric acid to the state of sesquioxide.. (Fremy.)—A 
mixture of 1 part of finely pulverized ferric oxide and 4 parts.of nitre is 
introduced into a crucible capable of containing double the quantity; the 
cover luted on tight, but in stich a manner as to leave an exit for the gas; 
and.the mixture heated—for an hour if the quantity is 6 ounces, for a 
shorter time if it be smaller—to a bright red heat, but not higher, 
(Denham Smith, Phil..ddag. J. 23, 217.)—2. By igniting iron-filings 
with nitre. (Fremy.)—An intimate mixture of 1 pt. finely divided iron 
and 2 pts. dry nitre is introduced into a capacious crucible kept at a dull 
red heat, and the crucible removed from the furnace as soon as the 


“mixture begins to deflagrate and form a white cloud, an effect which 


begins at one point and quickly extends throughout the whole mass. If 
the temperature is too high, the compound is decomposed as soon as 


- formed. (H. Trommsdorff, V. Br. Arch. 29, 104.) If the crucible is too 


hot, the nitre fuses without deflagrating, The mass must then be poured 
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into an iron mortar and again introduced into the crucible after cooling, 
The crucible should therefore be heated so as to exhibit perceptible 
redness only at the bottom and a few inches above, and the mixture 
should be thrown into the middle and somewhat to the side: the defla- 
gration—which is unattended with danger—then takes place in a few 
seconds with a bright glow and intumescence of the mass, The crucible is 
removed from the fire either during or immediately after the deflagration, 
and the soft, somewhat friable mass taken out with an iron spoon. As, 
however, ferrate of potash thus obtained is contaminated with nitrite, 
the red solution which it forms in water quickly loses its colour. (Wack- 
_enroder, VW. Br. Arch. 33, 41.)—8. By igniting ferric oxide for a consi- 
_derable time with hydrate of potash. (Fremy.)—The red-brown or 
reddish, highly deliquescent mass thus obtained is quickly pulverized, and 
preserved in dry, well-stopped bottles. | 


Aqueous Ferrate of Potash—1. Formed by dissolving the dry salt in 
cold water. Since the act of solution is attended with evolution of heat, 
by which a portion of the salt is decomposed, it is necessary to use ice- 
cold water; there is always, however, a slight evolution of oxygen gas, 
probably arising from peroxide of potassium. The solution must be 
separated from the undissolved portion by subsidence and decantation, 
not by filtering. (D. Smith.)—2. By passing chlorine gas through a very 
strong solution of potash in which ferric oxide is diffused, till the oxide 
dissolves and forms a red solution. (Fremy.) When 5 parts of hydrated 
ferric oxide, recently precipitated and dried between bibulous paper, 
10 parts of hydrate of potash, and 16 of water are used, and chlorine 
rapidly passed through the solution, the oxide quickly dissolves in the 
liquid, which gradually rises in temperature, and deposits chlorate of 
potash on cooling; if too much water or too much ferric hydrate is used, 
the liquid remains colourless. (Wackenroder.) The chlorine must not be 
in excess, otherwise it will decompose the salt. (H. Rose.)—38. Poggen- 
dorff’s process consists in passing the positive electricity of a six-pair 
Grove’s battery (I. 422) for 24 hours, through an electrode of English 
cast-iron, into a solution of caustic potash concentrated as much as 
possible and surrounded with ice; in that solution there is likewise 
immersed a clay cylinder filled with caustic potash, and the negative 
electricity is conducted into the latter liquid by means of a platinum 
plate. Ifa more dilute solution of potash is used, the resulting prepara- 
tion is less permanent. No oxygen gas is evolved on the iron plate, 
excepting just at the beginning of the action or a little after; if the | 
current be long continued, microscopical crystals of ferrate of potash are » 
deposited on this plate; a small quantity of iron collects on the platinum 
plate. (H. Rose, Pogg. 59, 315.) 

Aqueous ferrate of potash is of a deep amethyst-red or cherry-red 
colour, and pervious to light only when in very thin strata.—The solution 
when left to stand for some time, loses its colour, gives off oxygen gas, 
and yields a precipitate of hydrated ferric oxide, the decomposition taking 
place the more quickly as the solution is warmer and more dilute. 
(Fremy.) The concentrated solution obtained by (2), if kept in close 
vessels, does not decompose completely, even in the course of several 
’ months, but leaves a red residue when evaporated. (D. Smith.) At 100°, 
the decolorization is. instantaneous. (Fremy.) The concentrated solution 
- obtained by (8) sustains a boiling heat without decomposition, but after~ 
wards deposits ferric oxide more quickly than if it had not been boiled; it 
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| is altogether more permanent than that obtained by (2), retains ita 


deep red-colour for months, and deposits but little ferric oxide all the 
while. Dilution with various potash aud soda-salts produces less tendency 


to decomposition than dilution with pure water. When the solution, 


after long standing, has deposited all its ferric oxide, it exhibits a green 


colour, arising from manganate of potash formed from manganese contained 


in the cast-iron. (H. Rose.)—Sulphuric or nitric acid forms a double salt 
of ferric oxide and potash, with liberation of oxygen gas (Fremy); hydro- 
chloric acid likewise forms a double salt, with evolution of. chlorine 
(D. Smith); a smaller quantity of acid causes a precipitation of ferric 
oxide (Fremy). With zinc-salts the solution evolves oxygen; from man- 
ganese and nickel-salts it precipitates the peroxides. (Smith.) Other 
heavy metallic salts and alum likewise decolorize the liquid, the base 
being precipitated together with ferric oxide. (Wackenroder.)—The com- 
pound is quickly decomposed by de-oxidizing agents. Sulphurous acid 
forms sulphate of potash and precipitates ferric oxide. (H. Rose.) Sul- 
phuretted hydrogen colours the solution (2) dark green by forming sul- 
phide of iron (Wackenroder); the concentrated solution (3) is converted by 


the same reagent into a black mass, which forms a deep green liquid with 


a large quantity of water. (H. Rose.)—Ammonia and all ammoniacal salts 
decompose the compound, because the ammonia which is evolved reduces 
the ferric acid to ferric oxide. (Wackenroder, H. Rose.)—All organic 
substances act in the same manner; hence the solution cannot be filtered 
through paper. (Fremy.) Oxalic acid mixed with the solution gives off 


carbonic acid and oxygen gas. (D. Smith.) Alkaline racemates, tartrates, 


and malates quickly decolorize the liquid, without precipitating ferric , 
oxide; alkaline citrates act very slowly and occasion a precipitation of 
ferric oxide. Oxalate, acetate, formiate,and benzoate of potash decolorize 
the liquid as slowly as the inorganic salts of potash; and succinate of 
potash acts still more slowly. Alcohol (with formation of aldehyde, 


apparently) sugar, and white of egg, decolorize it quickly, the former 


with, the latter without, precipitation of ferric oxide. (H. Rose.) Ferro- 
cyanide of potassium likewise exerts a decolorizing action. (Wacken- 
roder. 

ae solution (1) if boiled till completely decolorized evolves 25-67 pts. 
oxygen gas for every 100 pts. of precipitated ferric oxide. [This is 
equivalent to 10°01 pts. (not quite 14 At.) oxygen to 39 pts. (4 At.) 
ferric oxide.| Since the liquid can only be separated from the undissolved 
oxide by decantation, it is possible that some portion of the oxide still . 


remained suspended in it, in which case, the proportion of oxygen to the 


ferric oxide would come out too small. On the supposition that ferric 
acid is FeO*, 12 pts. of oxygen should be evolved for every 39 pts. of 
ferric oxide. (D. Smith.)—By passing sulphurous acid gas through the 
solution (3) till the colour is destroyed, and determining the quantity of 
ferric oxide precipitated and sulphuric acid produced (by supersaturating 
the filtrate with hydrochloric acid and precipitating with chloride of barium) 
349°8 pts. (3 At.) of sulphate of baryta were found to correspond, in 
different experiments, to the following quantities of ferric oxide: 73:1; 
78°3; 81:9; therefore approximately 78 pts. (1 At.) Hence ferric acid= 


_ FeO*; and when it is decomposed by sulphurous acid, 3 At. sulphuric 


acid are produced for each atom of ferric oxide. (H. Rose.) 


2FeO? + 3802 = Fe?03+ 3803, 


oa When 1 pt. ferric oxide is ignited as aboye (p. 265) with only 2 pts, nitrate 
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of potash (or better with nitrate of soda), and the mass digested in water, 
a beautiful green solution is obtained like that of mineral chameleon, and 
always mixed with the red salt: the latter, however, is soon decomposed, 
whereas the green salt may be kept in close vessels for a longer time. 
This green salt appears to contain an acid with a smaller quantity of 


ae 


oxygen. Chlorine colours the solution red; acids likewise redden the 


liquid, with evolution of oxygen, and afterwards decolorize it. The green 
liquid may be passed through paper without decomposition, but it is 
decomposed by prolonged contact with organic substances. (D. Smith.) 


. D. CarponaTE or Ferric Ox1pE Aanp PorasH.—a. Merrico-potassic 

Carbonate.—Stahl’s Alkaline Tincture of Iron.——When a ferric salt is 
- supersaturated with strong carbonate of potash, the precipitated. ferric 
hydrate is re-dissolved and forms a blood-red solution. This solution is 
decomposed, with precipitation of ferric hydrate, both by heat, and by 
dilution with water or with caustic potash. (Hausmann, Scher. J. 4, 576; 
Proust, WV. Gehl. 3, 560; Dobereiner, Schw. 9,1.) Freshly precipitated 
ferric hydrate is not soluble in strong carbonate of potash, so that the 
presence of the potash-salt formed at the same time appears to be neces- 
sary to the solution. (Grotthuss, Schw. 30, 71.) 


EK. BoripE oF Iron anp Porassitum.—The three substances combine 
at a white heat, and form a blackish mass which exhibits the metallic 
lustre, conducts electricity, effervesces slightly in water, and when treated 
with hydrochloric acid, yields ferrous oxide and boracic acid. (H. Davy.) 


¥. SuLPHIDE oF [Ron AND Potasstum.—qa. When sulphide of anti- 
_ mony is ignited with iron, carbonate of potash, and charcoal, an easily 
fusible slag is obtained. (Berthier. ) 
_ 6. Tron filings placed in contact with solution of potassic liver of 
sulphur, turn black and impart a green colour to the liquid. ( Vauquelin.) 
c. The concentrated solution of ferrate of potash obtained by (38) is 
converted by sulphuretted hydrogen into a black mass probably consisting 
of K8,FeS*; this formsa dark green liquid with water, which remains green 
even when very much diluted. The solution remains permanent in the air 
for a long time. Continued boiling decomposes the concentrated solution, 
with separation of sulphide of iron; the dilute solution undergoes no 
alteration, excepting that it acquires a transient brown tint every time it 
is heated. (H. Rose, Pogg. 59, 320.) | 


_  G. Svurrmatre or Ferrous Oxipe anp Potrasn.—Ferroso-potassic 
Sulphate-—K0O,SO* + FeO,SO?+ 6 Aq.-—Formed by dissolving iron-filings 
in a warm aqueous solution of bisulphate of potash. Greenish crystals, 
which have the form of sulphate of magnesia and ammonia, refract light 
doubly, have a rough taste, and fall to pieces when exposed to the air. 
(Link, Crell, Ann. 1796, 1, 80; Mitscherlich; Brewster, Schw. 33, 344.) 


H. SunruaTe or Ferric OxipE anp Porasn. — Lerrico-potassic 
Sulphate, — a. Yellow Iron-ore. Ochre-yellow, homogeneous, massive 
plates; sp. gr. 2°78...2°9; fracture varying from flatly conchoidal to 
earthy. When heated, it turns red, evolves water and afterwards sul- 
‘phurous acid; gives up nothing to boiling water; slightly soluble in 
a acid, more readily in aqua-regia. (Rammelsberg, Pogg. 43, 

34, : 


Yellow Iron-ore, from Kolostruk. Rammelsberg. — 
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6. Remains in the form of a pale yellow powder when the salt c is 
treated with hot water. (Anthon.) 


Anthon 
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c. Formed by adding potash toa solution of potash-iron-alum till a 
permanent precipitate begins to form—or rather by adding a smaller 
quantity of potash, so that a considerable quantity of iron-alum may 
remain undecomposed—-and leaving the dark liquid to evaporate freely in 


a shallow dish.—Yellowish-brown, transparent, regular six-sided prisms, 


shortened into tables; when heated, they give off their water of crystal- 
lization, but retain their form. Their solution in cold water, 6 parts of 
which are required to dissolve them, is soon decomposed—unless it likewise 
contains potash-iron-alum—into precipitated disulphate of ferric oxide, 
and iron-alum which remains in solution. (Maus, Pogg. 11, 78.)--The 


same salt has been accidentally obtained in the preparation of iron-alum : 


1. A solution of 78 pts. ferric oxide, 147 oil of vitriol, and 87:2 sulphate 
of potash, deposited—partly during concentration—dark brown erystal- 
line crusts, which gave off water and assumed a red-brown colour at a 
temperature below redness, and evolved sulphuric acid at a white heat, 
leaving a residue of ferric oxide mixed with sulphate of potash. The salt 
dissolves in 12°75 parts of water ut 10°; but, when heated with water, it 


is resolved into salt 5, and a red-brown solution, which deposits, on evapo- 


beet —_e 
we s 


| 


ration, first the salt ¢ and then iron-alum. (Anthon, Repert. 76, 361.)— 


2. If a boiling solution of sulphate of potash be added to an over-concen- 


trated solution of ferric sulphate, a small, greenish-yellow, crystalline 
precipitate is produced, having the composition given below; after several 
days’ standing, however, it disappears again, with formation of iron-alum. 
Also, when crystallized iron-alum is dissolved in a small quantity of hot 
water, the greenish-yellow salt is deposited first. (W. Richter, WV. Br. 
Arch. 23, 316.) 


Maus. Anthon. Richter. 


EO AS Ucaie ds got Se Orivacesceeevces GLA" SRA ie AOL 6... 20°52. chee 
EE ca 3G 5. SUP atic 22 -Sy'vas Sas Ter SUIS 2080. 22s. eee 
I xs ete Ra uvte tbe TOO NFP 4E4) 8 a Fe ADCS ae 
Oa Se es ese §4i0H Sel 9F Pee a Wee ee a 


2(KO, S08) + Fe°0?,2809+6Aq. 386-4 ... 10000 ... 1000 ... 997 ... 1000 


d. When carbonate of potash is added, with agitation, to an aqueous 
solution of tersulphate of petash, as long as no permanent precipitate is 
formed, and the dark brown liquid (which becomes turbid when filtered 
as well as when heated) is mixed with a large excess of alcoliol, a light 
reddish-yellow precipitate is formed, which must be washed with alcohol. 
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water decomposes it, leaving. basic ‘sulphate of. ferric oxide undissolved. 
The aqueous solution deposits a light yellow ochre on standing, and more 
sO on boiling, losing at the same time ge A aiotge! part of its colour. 
(Soubeiran, Ann. “Chin sii! 44, 829. 3 : 
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: é. Potash-iron- alum.—78 parts of ferric oxide are Titoli jn 147-2 
- pts. oil of vitriol mixed with water and heated, and 87-2 pts. sulphate of 
potash added thereto, or 276 pts. (2 At.) green "vitriol mixed with 49 pts. © 
oil of vitriol, are oxidized by nitric acid at a boiling heat, and 87-2 pts. 
sulphate of potash added to the liquid; or, according to Heintz’s method, 
10 parts of pounded crystals of green vitriol are heated with 4 parts of 
nitre and 5 of sulphuric acid, till no more nitrous acid is evolved,—then 
_ dissolved in a fourfold quantity of water at 80°, and filtered. When the 
- concentrated solution is left to stand for some time at a temperature of 0°, 

or somewhat. above, the alum crystallizes out; and by taking out the 
erystals first obtained, and putting them in again after. evaporating the 
liquid a little further, very large crystals may ‘be obtained. T he mother- 
liquid, mixed with a small quantity of sulphuric acid and ev aporated, 
‘deposits a white granular powder or crystalline crust, consisting of iron- 


- alum with only 8°5 or 9 per cent. (3 At.) water of ‘crystallization ; this, 


- when quickly washed with cold water and then dissolved in warm water, 
yields more octohedrons. If the remaining mother-liquid be still further 
evaporated till nothing remains but a saline mass mixed with fluid, and 

this mass quickly washed, iron-alum is left, containing only 2-9 to 3- 3 p-c. 

.(1 At.) water. Commercial iron-alum contains a large ee of 

alumina. (W. Heintz, Pogg. 55, 331.) 

~ Regular octohedrons. Pale violet. (Richter, Heintz, Gmelin.) 

Colourless, according to other authorities. 

| Iron-alum, when exposed to the air, becomes slowly covered with a 

white powder. (W. Richter.) It fuses in its water of crystallization, 

_ afterwards gives off its water, and is converted into a yellowish-white, 

spongy mass resembling burnt alum. When very strongly ignited, it 
fuses, gives off 244 per cent. of sulphuric acid, and leaves a mixture of 
15:1 per cent. ferric oxide and 17 p. c. sulphate of potash. (W. Richter, | 
Repert. 76, 861.) Iron-alum is resolved by heat into the salt c, tersul- 

- phate of ferric oxide, and free sulphuric acid. 


2(KO, $0? + Fe203, 3808) = [2(KO, $08) + Fe?08, 280°] + Fe?03, 3808 + $08. 


When, therefore, pulverized i iron-alum is dried over oil of vitriol between 
60° and 100°, it first becomes moist and then leaves a brownish-yellow 
powder, which; if treated with water, will perhaps yield a few more 
octohedrons; but these are probably reproduced alum. (Heintz.) When — 
iron-alum is dissolved in a small quantity of hot water, the greenish- 
yellow salt ¢ is likewise deposited at first, but it is afterwards reconverted 
into: alum and redissolved. (Richter. 2 Tron- alum dissolves i in 5 pat of | 
water at 12°5°, ates | ota 
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Chloride-—When the concentrated solutions of the two metallic chlorides 


hydrated crystals are obtained. (Berzelius. ) 


yy 
mo KK, neon: oF Iron aNnpD Po7vasstum. wn Ferriccletaaais 
- Chloride.-—A solution of chloride of potassium in excess of ferric hydro- 


_ of chloride of potassium undissolved, as may be seen by examination with 
the microscope. A larger quantity ‘of water dissolves the whole; but on 
_ evaporation, colourless crystals of chloride of potassium separate out first, 


 re-dissolye without any warming or stirring, and are re-converted into 
crystals of ferrico- 2 aoe hk ehloride. (Fritzsche, J. pr. Chem. 18, 483.) 


ae Crystallized. Fritzsche. 
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L. PRotornvoRIDE OF That AND PorassIuM. — Forvosd-podasele 
4 ‘sulphate of ferrous oxide. (Berzelius.) 

M. ‘SrsquirLoRIDE or Iron anv Porasstum. — Ferr ico-potassie 
iron into excess-of fluoride of potassium.—b. Aibasic.—By the contrary 


4 soluble in water, especially j in hot water. (Berzelius, Pogg..4, 129.) 


ia a. 3KF,FeF 6b. 2KF, Fe?F%, Berzelius. 
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IRoN AND SopIum. 


A. Ferrite or Sopa.—78 pts. (1 At.) of ferric oxide mixed with | 
excess of ignited carbonate of soda, drive off, at a red-heat, 23°19 (a little 
ore than i At.) carbonic acid, and form a difficultly fusible mixture. 
This eerire, when S08) is liver-coloured—has a waxy, ghoccaares 


a TRON AND: ‘SODIUM. Sie eee | oT ne 


a are mixed and the mixture cooled or gently erahorated, bel iad 


BE chlorage evaporated under a bell-jar over oil of: vitriol, yields small 
 yellowish-red crystals belonging to the oblique prismatic system. A small. 
quantity of water extracts chloride of iron from them and leaves crystals 


- and afterwards coloured crystals of the ferrico-potassic chloride; and. 
_ at this degree of concentration, the crystals of chloride of potassium 


1 Fluoride: —KF,FeF.—Precipitated on mixing ee of eas with 


® Fluor ide.—a. Terbusic.—Formed by dropping aqueous sesquifluoride of 


i process.—In both cases, small colourless crystals are obtained somewhat ~ 
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fracture—and takes up carbonic acid from the air, becoming red-brown 
and dull. Water either hot or cold dissolves out the caustic soda - 
(together with the excess of carbonate), and leaves ferric oxide free from 
soda: the latter is brown-black after drying, and dissolves easily in dilute 
hydrochloric acid, but a small quantity of magnetic oxide (about 
2°1 per cent. of the ferric oxide) usually remains undissolved. (Count 
Schaffgotsch, Pogg. 43, 117.) 


B. CarBoNatTE of Ferric OXIDE AND Sop4.—Analogous to carbonate 
of ferric oxide and potash, : 


G. and D.—With Boraz, ferric oxide yields upon charcoal in the 
inner flame, a dark bottle-green glass, which, by more complete reduction 
to the state of ferrous oxide, acquires a lighter bluish-green colour, and, 
if the quantity of iron is but small, appears colourless after cooling. 
The reduction is accelerated by addition of tin. In the outer flame, a 
yellowish-red glass is produced, which on cooling becomes yellow and 
afterwards colourless, if the quantity of ferric oxide is but small, but 
remains yellow if it be larger~—Microcosmic Salt behaves like borax. 
(Berzelius.) 


q EK. PyropHosrpHaTE oF FrrRovus Ox1pE anp Sopa.—Serroso-sodic 
Pyrophosphate.—Exists only in solution, and when exposed to the air, 
turns red and yields a deposit. Sulphuretted hydrogen colours it brown, 
and sulphide of ammonium precipitates it completely. (Persoz, Ann. 
Pharm. 65, 170.) 


F. PyropnospuatE oF Ferric OxipE anp Sopa.—Ferrico-sodic 
Pyrophosphate.—Obtained by boiling pyrophosphate of ferric oxide with 
a quantity of pyrophosphate of soda not sufficient to dissolve it, 
and precipitating with alcohol. (Fleitmann & Henneberg, Ann. Pharm. 
65, 890.)—Colourless and easily soluble. The solution may be evaporated 
to a syrupy consistence without becoming turbid; but is partially decom- 
posed thereby, like the alumina-salt, No turbidity or colour shows itself 
even after the solution has been left to evaporate spontaneously for a 
month. When treated with sulphuretted hydrogen, it assumes the colour 
of catechu, without yielding a deposit of sulphur; and on the addi- 
tion of sulphide of ammonium, a deep green colour is produced. A 
‘precipitate likewise appears after a while, but it re-dissolves on being 
washed and yields a greenish-brown solution. The formula of this 
salt is P3074, Fe?O0%+ (PO*,2Na0)+axAq. (Persoz), or 2}e*0%,3P0°+ 
2(2Na0,P0°)+7 Aq. (Fleitmann & Henneberg.) 


Fleitmann & 


Henneberg. 
Cet DP Srehes sco M Pali tessvciabeiniveiotsthndie ees L565... 22°29 aes 22°42 
ANN) corsa ton Minne vslag is Mhuen ys ADEM 124 5... TH7 
REED sss canrdauiden ephttunt apt aloes tinles) Gdd:): see) V0 aves 51°12 
“pS Reman S eianiguea nibiisaaeg GEN Lag ul ae tt... SOG se 9°19 


2Fe203,3PO* + 2(2Na0,PO%)+7Aq. 700 .... 100°00 


G. SutpHIpE or Iron anp Sopitum.—1. Formed by fusing 2 parts of 
iron pyrites with 1 pt. carbonate of soda._-2. By fusing sulphide of 
antimony with carbonate of soda, charcoal, and iron.—Deep yellow, 
forms a black paste with water. (Berthier.) 
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Hi. Basic Sutpuate or Ferric OxipE anp Sopa.—Formed by the 
weathering of iron-pyrites injected into alum-slate. Massive, exhibiting 


an earthy fracture, and yielding a light yellow powder; perfectly insoluble 


in water, sparingly soluble in hydrochloric acid. (Th. Scheerer, Pogg. 
45, 190.) | 


Scheerer. 
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NaO, SO? + 4(Fe?03, SO%) + 9Aq. 624°2 .... 100°00 wee -100°38 


IRoN AND BARIUM. 


By heating to whiteness a mixture of iron and baryta, strontia, or 
lime, with or without charcoal, Gay-Lussac & Thénard did not succeed in 
combining the metal contained in either of these alkalis with the iron. 


A. Autoy or Iron AnD Barium.—Lampadius (Schw. 15, 146) by 
heating to whiteness a mixture of 1 pt. baryta with 1 pt. of iron-plate 
and 4 pt. charcoal-dust, obtained a metal which, when exposed to the air, 


- soon crumbled to pieces, and was converted into baryta and ferric oxide.— 


Clarke (Gilb. 62, 374) fused 2 pts. barium with 1 pt. iron before the 
oxy-hydrogen blowpipe, and obtained a brittle, lead-coloured mixture. 


B. Ferrare or Baryta.—Aqueous ferrate of potash yields with 


dilute solutions of baryta-salts in excess, a bulky, deep carmine-coloured 


precipitate which may be washed and afterwards dried at 100° without 
changing colour. (D. Smith.) The precipitate when fresh is cochineal- 
coloured, but after washing and drying, it is rose-coloured or brick-red, and 
is found to have absorbed a small quantity of carbonic acid from the air, 
(Wackenroder.) When carefully heated, it merely loses water and turns 
green; at a higher temperature, it likewise gives off oxygen gas and loses 
its colour. Before drying, it is decomposed by acids, even by carbonic 
acid,— more slowly by sulphuric acid than by some others. (D. Smith.) 


_ When treated with sulphuric acid, it retains a pale red colour. (Wacken- 


_ Yoder.) 
; Dried at 100°. Smith, 
NCE @ SERS ieee eet ener a 153°2 BOOBS wonasiyss 52°81 
MC eee a aeicteneiesiae 78°0 BO Oey cera 31°26 
hd Se Pree ote rate 24:0 BFA ete 9°66 
ZL LCE Sache Sa tnape MnP 18°0 Oe ear 6°33 
2(BaO,FeO?+ Aq.)  273'2 4. 100700 asa 100-00 


C. SutpuipeE oF Iron anp Barium.—-10 parts of sulphate of baryta, 
heated to whiteness in a charcoal crucible with 10 pts. dry ferrous sulphate, | 
ield 11°5 pts. of metallic sulphide,—therefore 62°6 p. c. sulphide of 
., to 87:4 sulphide of iron. After fusion it exhibits a close fracture, 
dark grey colour, and metallic lustre. (Berthier.) 
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Iron Anp Catcrum. 


Aqueous ferrate of potash does not precipitate the salts of strontia, 
lime, or magnesia. (D. Smith.) 


A. Hypornospuitt oF Ferric Oxipr AND Limz.—An aqueous solu- 
tion of phosphite of lime is boiled for a considerable time with excess of 
ferrous oxalate, the mixture left to cool in a closed vessel, then quickly 
filtered and evaporated in vacuo over oil of vitriol.—Greenish crystalline 
crusts, which, when heated, give off spontaneously inflammable phos- 
phuretted hydrogen gas. Contains 31:37 hypophosphite of lime, 44°78 
hypophosphite of ferrous oxide, and 23:90 water. (H. Rose, Pogg. 12, 294.) 


B. SuLpHIDE oF Iron and Catcrum.—When 20 pts. crystallized 
gypsum and 20 dry ferrous sulphate are heated to whiteness in a 
charcoal crucible, 17:23 parts of metallic sulphide are obtained, in the 
form of a fused, blistered, whitish-grey mass, having a faint metallic 
lustre. (Berthier. ) ' ; 

Fluorspar fuses readily with ferric sulphate; but the mixture decom- 
poses immediately afterwards, with evolution of sulphuric acid. (Berthier, 
Ann. Chim. Phys. 43, 301.) 


: 


Tron AND MAGNESIUM. 


A. Attoy or Iron anp Maanestum.—Magnesia moistened with oil 
and brought to the melting point before the oxy-hydrogen blowpipe, fuses 


with iron into a brittle alloy, which exhibits the metallic lustre, and 
yields to the file. (Clarke.) 


B, CARBONATE OF FrerRovs OxipE anp Maanesta.—J/esitine-spar, 
which has the form of calcespar and a density of 3°36, is, according to 
Stromeyer, MgO,CO? + FeO,CO*. 

Carbonate of magnesia appears to render hydrated ferric oxide 
somewhat soluble in water. (Bischof, J. pr. Chem. 2, 70.) 


C. SuLPHATE oF FERROSO-FERRIC OXIDE AND Macanesta.—Botryogene. 
—Hyacinth-red, oblique rhombic prisms; sp. gr. 2.039. Contains from 
2:22 to 6°71 p. c. sulphate of lime, 26°88 to 17:10 sulphate of magnesia, 
35:88 to 39°92 ferroso-ferric sulphate, 6:77 to 6°85 basic ferric sulphate, 


and 28°28 to 31°42 water, including loss. (Berzelius & Haidinger, Pogg. 
12, 491.) 4 


IRon AND CERIUM. 


.- CarpipE or Iron anp Certum.—A mixture of ceric and ferric 
oxides heated to whiteness with charcoal, yields a green, porous, magnetic, 
very brittle mass, which appears metallic when filed. (Gahn.) 


IRON AND GLUCINUM. 


A. Attoy oF Iron anp Grucinum.—Obtained by Sir H. Davy: 
1, By heating to whiteness a mixture of glucina, iron, and potassium; 
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2. By bringing slightly moistened glucina inclosed in an atmosphere of 
hydrogen into the circuit of a thousand-pair voltaic battery with double 
plates, the negative pole being formed of an iron wire, which was fused 
by the action of the current. 


B. Carpipe or Iron anp Guvucinum.—By raising a mixture of 
glucina, iron, and lamp-black to an intense white heat.— Whiter and less 
ductile than iron. Dissolves in acids, forming double salts of iron and 
glucinum. (Stromeyer.) 


Tron AND ALUMINUM, 


A. Atxoy or Iron anp ALuminumM.—Prepared by Davy in the same, 
manner as the alloy of iron and glucinum (method 2).—Whiter than 
iron. When immersed in water, it causes effervescence, and becomes 
covered with a white powder. Dissolves in hydrochloric acid, forming a 
mixture of hydrochlorate of ferrous oxide and hydrochlorate of alumina. 


B. ALUMINATE oF FEerrRovus OxipE.—Zetlanite.—Spinelle (I1I., 328) 
in which part of the magnesia is replaced by ferrous oxide.—Black octo- 
hedrons (igs. 2 and 6). Sp. gr. from 3°6 to 3°8. Harder than quartz ; 
translucent or opaque; yields a greyish-green powder. Does not fuse 
before the blowpipe, but dissolves in borax or in microcosmic salt, forming 
a glass coloured by iron, and scarcely acted upon by acids. 


, Abich. Abich. 

At. Zeilanite. Ural. Iserwiese. At, Vesurvius. 
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PAPO? 3 .... 1542 .... 67°28... 65°27 ... 59°66 en 10 cs B14 en YOK os 6746 


BU et Vis te ive ED: ETD pox se aed ia? Q'S 
229°2 ...100°00..... 99°32 .... 98°44 729 ....100°00 ....100°84 


Addendum. — Chilorospinelle, from Slatoust.— Regular octohedrons ; 
sp. gr. 3°598; hardness equal to that of topaz. “Translucent at the edges, 
grass-green, yielding a greyish-green powder; assumes a transient brown- 
ish-green colour when heated. Infusible before the blowpipe; fuses with 


carbonate of soda to a greyish-white mass; in the state of powder, it dis- 
_ solves readily in borax or in microcosmic salt, forming a green glass, 


colourless after cooling. It may be regarded as spinelle, MgO,Al’O%, in 
which part of the alumina is replaced by ferric oxide, as is the case, 
though, toa smaller extent, in the Zeilanite from Iserwiese. (G. Rose, 
Pogg. 50, 652. 


At. Chiorospinelle. G. Rose. At. G. Rose. 
CaO ..., ie see cx OU'24 ere 

Acs Leal 240 O ace LTT wre LOTS ef 140°0 .... 26°60 «... 27°49 

CuO... site ea au ee Sts wa «= '0*52 

poo” 1... F8O wn. B83... O70 1 FBO im 24°32 ws. 1477 
APO? 11 .... 56574 .... 64°00 .... 64°13... 6 308°4 1. 58°58 1. 57°34 

883°4 ....100°00 ....100°14 526°4 .... 100°02 .... 160°12 


a 


4 Ebelmen, by exposing a mixture of 3°30 pts. alumina, 2°57 
ferric oxide, and 2°50 ~boracic acid, to the heat of a pottery furnace, 
obtained a mass, the whole surface of which was covered with intersecting 
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light ‘brown, transy arent or translucent-Jamine ; they were hard enough to Se 
‘scratch quartz. The compound.Al’0*,FeO. has lately been discovered by —_ 


__ Lippe, and named Hencinite. (Ann. Pharm. 68, 266.) T° ~ 


—~-C,-Carnipe or Iron anp ALuminum.—Formed by raising-an inti- ~ 
mate mixture of alumina:and carbide:of iron -d. (p..219) to an intense. - 
white heat.—Very-brittle and white; yields by analysis, 6:4p..c. alumina. — 
-- When fused with 15 parts-of. steel,:.it forms an. alloy. resembling Indian -..: 


~--D.. Sunpware of AtumiIna AND Ferrous. OxipE.—a. <A ‘species of - 


. Feather-salt.—¥ormed by the ‘weathering of iton-pyrites diffused through . | 


-silate-clay in.the-abandoned mines of Hurlet and Campsie.—Asbestus-like a 
. mass, consisting of colourless, silky fibres, which turn: brown in moist air, _. 


are easily soluble in water, on the evaporation of which, crystals of 


green vitriol separate out, the alumina remaining: in the mother-liquid. — i 
GPRM pe Aan Pa, 21,448) o Oo ae ee es re 
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* “60, SO) + AIO, 2802 + 48Aq. 10134... 100°00 ravens 10000 


<b, Another kind of Feather -salt..—White, silky, asbestus-like ‘bundles — 


2 . of fibres, which have a'styptic taste, give off water when gently heated, 


"fuse readily, and dissolve perfectly in water, forming. a colourless solution. — 


>... Origin unknown. (Berthier, Schw. 33, 472.)—A similar composition is’ 


Pharm. 14, 268i) oe 


that. of Mountain-butter, which occurs at Wetzelsteir near Saalfeld in 
white, botrymous, and kidney-shaped masses. (Brandes, Schw, 39, 417.) 


.Feather- « Mountain. *’ 
salt. butter. 


 2(FeO, $0%) + APO, 3809+ 27Aq. 5644... 10°00... 1000 ea 100°00 
-s¢, Another kind of Feather-salt, corresponding in composition to.alum.: -.” 
From: the. quicksilver mine at Moérsfeld. Yellowish-white, silky mass, ”.— 
consisting of ‘soft’ parallel fibres, (Rammelsberg, Pogg..43, 399.)—The ©: 
same salt.is obtained artificially by mixing the solutions of green: vitriol” . 
~-and sulphate of alumina with a large excess of sulphuric acid. . The mix-. ~ 
-- ture, when put into’a porcelain basin with rough sides,-and left: to evapo- — 
~ pate in a warm place,:effloresces: in long, silky threads, united in bundles, ~ 
which are very. apt to creep over the edge.of the vessel. (Klauer, Ann. 


“TRON AND STLICIUM.. es ES ST ee See 


? a tee ee it) - Ramninelsberg, ~Rlauer, © eo, 
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aS 80% + AROS 380% 5 214g rin 4624 
e* Cds Peather-eolt containing Magnesia. Formed by. the ‘wéathering of | 

* - jron- -pyrites injected into the slate below Fort: Arles. . “Whité, greenish, » 
Sor. yellowish concretion, which reddens litmus, has a styptic. taste, fuses — 
~~-whew heated, and then swells. uP pear a noddit, Porous mass. (Bouis, - 
sp Jy eae Méd. {2 628°) 
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a: e sages OF” Arak” AND , Fewiaig sinus Water. beans of | 
es Dag iairia.' recently prepared and‘ still moist, is agitated with an aqueous 
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4 ‘solution. of tersulphate of ferric’ oxide, it takes: from that: solution: the: a — 
 whele of the ferric oxide, together with the greater’ part of the sulphurie » 


7 “panded to four times its original bulk. A sma 
7 transferred to: the liquid. Any excess of the iron-solution remaits unal- 


_ (Anthon, “Repert. 77, 114.) 
“brown supernatant liquid, which. contains alumina, yields. a jelly on. 
Buus 2 on. the agcihion of traryeuling acid, i CARTE 


now. AND Smacrem., se Fs 


ue Siveiin oF othe: Phoparad by. Davy similarly to- the: Satie 
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acid, and—if the iron-solution be in. sufficient Aunty thereby oa Ms ‘ 
quantity of alumina‘is ~~. 


z tered. ‘The: resulting | compound ‘washed with hot water, dissolves aly: : = 
in cold dilute’ sulphuric acid, with difficulty 1 in: cold. divine: nitric or hydro- 
~¢hloric. acid; potash’ abstracts from ita darge proportion of the alumina. oe : 


.. ‘Hydrate of. alumina ‘similarly treated with hydouhicite, niteitee or. : 
~ acctate of ferric oxide, is converted into a brown, viscid jelly; the dark. 


* evaporation; with oxalic acid, it forms small, light brown flakes, and with : g 
“ferrocyanide of potassium, a brown. gelatinous ere vite turns oe 


of iron. and ‘aluniina. When treated with hydrochloric acid, it deposits. - 
silica, —2. Clarke. obtained a white. metal ” by exposing ~ ‘silica in contact!) °.. 
with iron in a charcoal crucible, to the flame of the oxy-hydrogen blow-. > ._ 
pipe; and. by using a: small quantity of iron, he obtained ‘silicium “almost: 
free from ‘iron.—8. “When pure iron is fused im an earthen: erncible, ahs ae 
alloy. is. formed.-which. contains 0: ara per ‘cent. of silicium, and°is more’) | 
difficult to file and* hammer :than’ ‘pure: iron. ‘(Boussingault, Ann. Chitte 
Phys, 16; 15.)—4.. When iron filings are “heated ‘to: whiteness with flio- - - 
ride’ of. silicitum and, potassium, the. products” are ° fluoride: of: ‘potassium, he ram 
fluoride of iron, and silicide of iron, Hot water. dissolves. out. the two et a 
ates. ind. leaves the latter. plied of i iron: dissolves:i in 1 nots, Sven in oe ee 
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hydrofluosilicie acid, the silicium being oxidated. When exposed to the 
air in a moist state, it is converted into a rusty yellow-ochre. (Berzelius.) 


_ B. Srutcats or Ferrovs Ox1pe, or Ferrous Sinicate.—a. Drsilicate. 
—Often produced in the conversion of cast into wrought iron, and in the 
refining of coarse copper; in the latter case, it is mixed with the sulphides 
of copper and iron. Exhibits the same crystalline form with the same 
cleavage-planes, likewise the same lustre and hardness as Chrysolite 
(III., 395) even when disilicate of lime is mixed with it. Hydrochloric 
acid extracts the ferrous oxide, and leaves the silica (in the form of a jelly: 
Kobell) undissolved. (Mitscherlich, Ann. Chim, Phys. 24, 359; Walchner, 
Schw. 39, 71; comp. Miller, Pogg. 23, 559.) 


Mitscherlich. Walchner. 
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a. are crystals from iron-works; 6. from the copper-refinery; the admixed 
sulphide of iron and sulphide of copper have been allowed for in the 
analysis; c. from the iron-works at Dax in the Pyrenees, sp. gr. 2°7; 
d. from the iron-works at Bodenhausen in the Harz; very much like 
hyalosiderite, sp. gr. 3°529; e. from the copper-refinery at Lauterthal in 
the Harz, sp. gr. 3°87. 


To this head belong also Hyalosiderite and Fayalite, excepting that a 
large quantity of the ferrous oxide is replaced by magnesia and other 
bases, yalosiderite has the form of chrysolite; sp. gr. 2°875; harder 
than apatite, yellowish-brown; translucent at the edges, where it exhibits 
a hyacinth-red colour. If not naturally magnetic, it becomes so when 
heated to redness, when it also turns black; at a higher temperature, it 
fuses to a black magnetic globule. With borax or microcosmic salt, it 
gives the reactions of iron, and with microcosmic salt, immediately a 
skeleton of silica. It dissolves with difficulty in cold, concentrated 
hydrochloric acid, and yields a jelly on evaporation. (Walchner, Sch. 
39, 65.)—Fayalite is sometimes of crystalline structure, sometimes fused 
and blistered; sp. gr. 4°138; softer than quartz, greenish-black, and strongly 
attracted by the magnet. Fuses very easily and quietly to a metallic — 
globule, with evolution of sulphurous acid; dissolves readily in borax and 
in microcosmic salt. Strong-fuming nitric acid converts it into a jelly; 
but when this jelly, after washing with water, is boiled with carbonate 
of potash, which dissolves the gelatinous silica, there remains another 
mineral, insoluble even in boiling oil of vitriol; this latter mineral was 
therefore intimately mixed with the soluble mineral, the purer Fayalite. 
(CO. G. Gmelin, Pogg. 51, 160.) 
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KNEBELITE, PYROSMALITE. 


Hyalosiderite. ‘ Walchner. 
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Soluble part of Fayalite. C. G. Gmelin. Fellenberg. 
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In Walchner’s analysis, the 29°71 denotes not ferrous but ferroso-ferric 
oxide.—The insoluble portion of Fayalite exhibits such diversities of 
composition that it cannot be reduced to calculation. 


Knebelite—FeO, MnO, $i0”.—Decomposed by hydrochloric acid, with 
separation of gelatinous silica. (Débereiner, Schw. 21, 41.) 


Knebelite. Dobereiner. 
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6. Monosilicate.—a. Sometimes found in the slag of the blast-furnaces 
(partly mixed with monosilicate of lime) in greenish, often transparent 
crystals corresponding to those of Augite. (Mitscherlich.) 

When a mixture of 1 At. Si0? and 1 At. Fe’O* is fused for an hour 
in a charcoal crucible, iron is reduced, and a slag (a) formed, resembling 
the slag produced towards the end of the process of converting cast into 
wrought-iron; composition = FeO, SiO? nearly. The iron reduced in the 
process is not pig-iron, but very malleable, partly of specific gravity 
8089; the ferrous silicate appears therefore to prevent the combination 
of carbon and silicium with the iron,—By fusion for several hours in a 
blast-furnace, more iron is reduced from the slag, likewise malleable and 
containing only 0°59 per cent. of carbon, together with a trace of silicium; 
and the slag 6 has very nearly the composition 2Fe0,38i0*. (Sefstrom, 


J. techn. Chim. 10, 178.) 


‘ heer Slag a. Sefstrém. Slag b. Sefstrom.. 
i HeO........ 35 53°03 51°2 2BeOhs naa 70. > ga 42°04 5 DEO 
Bie 0s 31 46°97 49°6 TOMO Niassa. 93 57°06 53°95 
: FeO,SiO? . 66 .... 100°00_.... 100°8 2Fe0,38i0? 163. .... 100°00_ .... 100°00 


Pyrosmalite. ~ 15(MnO, SiO”) + 15(Fe0,Si0’) + Fe?Cl’, 3Fe’O*, 2Aq. ? 
—Regular six-sided prisms, the lateral edges twice truncated. Cleavage 
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perpendicular to the axis; less distinct parallel to the lateral faces. 
Sp. gr. 3°081; yellowish-brown without, greenish-yellow within; opaque; 
yields a light green powder. Before the blowpipe it assumes a black- 
brown colour, gives off vapours of water, hydrochloric acid, and sesqui- 
chloride of iron, and fuses to a black magnetic globule. Dissolves readily 
in borax, exhibiting the reactions of manganese and iron—with difficulty 
in microcosmic salt. Dissolves in nitric acid with separation of silica. 
(Hisinger, Schw. 23, 63.) Hydrochloric acid, after long digestion, decom- 
poses it completely, without forming a siliceous jelly. (H. Rose.) 


Hisinger. 
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c. Six-fifths Silicate—Hornblendes rich in Iron.—a. Arfvedsonite. 
5(NaO; CaO; MgO; MnO; FeO). 6Si0?.—w! :w=123° 55’. Fuses even 
in the flame of a candle; boils up strongly before the blowpipe, and yields 
a black magnetic globule. Not soluble in acids or in caustic potash. 
(v. Kobell, J. p. Chem. 13, 3.) 


Kobell. 
At. From Greenland. 
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B. Aegyrine.—5(KO; NaO; CaO; MgO; MnO; FeO), 6 Si0?.—Re- 
sembles hornblende in outward appearance. Fuses to a black globule; 
forms a green transparent bead with a large quantity of borax, and a 
black bead with a still larger quantity. With microcosmic salt it forms 
a green glass and a skeleton of silica. Dissolves abundantly in carbonate 
of soda, forming a brown opaque bead. Contains titaniferous iron injected 
into it. (Plantamour, J. pr. Chem. 24, 300.) 


* Hisinger found, on the whole, 35°48 p.c. sesquioxide of iron, of which, however, 
he supposed that the greater part was contained in the mineral in the form of protoxide. 
In the above calculation, $3 of the sesquioxide found by Hisinger is reckoned as prot- 
oxide, and the remaining §, as sesquioxide. 
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If from the 27 atoms of the stronger base there be deducted 1 At. for the 
titanic acid and 1 At. for the alumina, there remains 25 At. base to 30 
At. silicic acid = 5: 6. 


d, Five-fourths Silicate.—Krokydolite or Blue Ironstone.—(Na0;Mg0O), 
2810+ 3(FeO, S10?) +5 Aq.—Very much like asbestus, made up of long 
and soft fibres; sp. gr. 3°20; hardness equal to that of fluorspar; indigo- 
blue in the mass; lavender-blue in single fibres. When gently ignited 
out of contact of air, it gives off water, diminishes in bulk, and becomes 
dull, retaining, however, its fibrous texture. When heated in contact 
with the air, it becomes red-brown, and then brown-red, but if afterwards 
heated in hydrogen gas, it regains its former aspect. Ata strong red 
heat, even in the flame of a spirit-lamp, it fuses to a black, swollen, 
strongly magnetic glass; from which hydrogen gas with the aid of heat 
separates metallic iron. With borax it gives the reactions of iron. Does 
not dissolve in sulphuric, hydrochloric, or nitric acid, either cold or hot. 
(Stromeyer & Hausmann, Schw. 64, 50.) 
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e. Quadrosilicate.—The solution of protochloride of iron in less than 
2500 parts of water gives a greyish-green precipitate with aqueous quad- 
rosilicate of soda. (Walcker.) 


C. SrnicaTE oF Ferric Oxips, or Ferric Sinicate.—a. Monosilicate. 
—Iron-cinder from the Himmelfahrt mine near Freiberg.—Mn?O0%, $10? + 
Fe’O*, Si0?+ 12 Aq.—Deposited from the water of the mine, which con- 
tains the sulphates of ferrous oxide, manganous oxide, and lime with 
excess of acid, and has probably driven out hydrofluoric acid from 
fluorspar, which dissolved the quartz. Of stellate-fibrous structure, in- 
clining to the conchoidal; sp. gr. 2°28. When heated it gives off water, 
having an acid reaction, but not capable of etching glass. Water extracts 
traces of sulphates from it. Dissolves quickly in bydrochlorie acid, form- 
ing a brown, or if previously heated, a yellow solution, with evolution 
of chlorine and separation of gelatinous silica. (Karsten, J. pr. Chem. 
22,1.) 
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6. Sesquisilicate.—Yellow Harth from Amberg.—2(Fe*0*; Al?0°), 
3910? 4 Aq. (Kiihn, Schw. 51, 466.) 
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c. Bisilicate.—Hisingerite.—Fe*0*, 28i0?+4 Aq.—Amorphous, with 
an uneven, conchoidal fracture. Black, but produces a yellowish-brown 
powder Gives off water when heated; the blowpipe-flame rounds it off 
at the edges, and renders it dull and magnetic. (Hisinger, Pogg. 13, 505.) 
Hydrochloric acid decomposes it, with formation of gelatinous silica. In 
the analysis of Hisingerite from Bodenmais (also called Zhraulite), the 
admixed magnetic pyrites was deducted by Hisinger, and likewise by 
Kobell. (Pogg. 14, 467; Schw. 62, 198.) 
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In the mineral from Riddarhyttan, Hisinger found 44:39 per cent., and 
in that from Bodenmais, 49°87 per cent. of Fe®0*, which, in the above 
analyses is reckoned as Fe?O*. Kobell found in the mineral from Boden- 
mais, 5°7 per cent. of FeO, which, however, he supposed to arise from the 
presence of magnetic pyrites. This perhaps is the origin of the excess of 
ferric oxide over the silica, which is apparent in the analyses; or, on the 
other hand, this excess may arise from the actual composition of Hising- 
erite: if that be the case, the mineral may perhaps be represented by the 
formula :—2Fe’O*, 3810?+ 4 Aq., analogous to Yellow Harth. 

The Ochre which is deposited by the hot spring at Lucca on exposure 
to the air, probably from ferrous silicate contained in it, and which dis- 
solves in hydrochloric acid with separation of gelatinous silica, contains 
[besides water?] 57:17 p.c. ferric oxide to 42°86 silica. (H. Davy, - 
Schw. 85,78.) | Fe?O*, 2810” requires 55°71 p.c. ferric oxide to 44:29 
silica. | 

d. Tersilicate. — Nontronite. — Fe?0*,38i0* + 5Aq.—Massive, with a 
splintery or earthy fracture; translucent or opaque; varies in colour from 
siskin-green to straw-yellow. When immersed in water, it gives off 
bubbles and becomes transparent. Before the blowpipe it decrepitates, 
turns yellow, then brown, then black, and acquires magnetic properties, 
but without fusing. Insoluble in cold acids, but soluble in hot sulphuric, 
hydrochloric, or nitric acid, with separation of gelatinous silica. (Berthier, 


NONTRONITE, ANTHOSIDERITE. ee 


(Ann. Chim. Phys. 36, 22; Jacquelain, Ann. Chim. Phys. 66, 101; 


Bieward, J. pr. Chem. 11, 162.) 
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e. Quadrosilicate.—A nthosiderite.—Fe*0*, 4810? + Aq ?—Composed of 
soft fibres; sp. gr. about 3:0; gives sparks with steel; ochre-brown, 
translucent in thin fragments. (Hausmann & Schnedermann, Pogg. 
52, 292.) 
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When quadrosilicate of soda is gradually added to hydrochlorate of 
ferric oxide, the precipitate, as it forms, is immediately re-dissolved, with 


‘the exception of a small quantity of silica, and the liquid acquires a dark 


colour. On evaporating the liquid, a red-brown mass is left, translucent 
at the edges, and exhibiting a conchoidal fracture. Water causes it to 
decrepitate, and extracts from it chloride of sodium, together with the 
excess of ferric chloride, while ferric silicate is left behind in the form of 


_ alight yellowish-brown powder, from which hydrochloric acid extracts 


the whole of the ferric oxide.—With excess of tersulphate of ferric oxide, 


. quadrosilicate of soda gives a precipitate only on boiling, but if the latter 


salt is in excess, the mixture solidifies in 24 hours. (Walcker, V. Quart. 
JP of 8G. ayor ley” 

Silicate of Ferric Oxide with Carbonate of Potash.—Bibasic.—Glauber’s 
Ivon-tree.—When a piece of perfectly dry protochloride of iron is im- 
mersed in soluble silica (obtained by fusing 1 pt. quartz and 3 pts. 
carbonate of potash, and dissolving the fused mass in water) thin, white, 
ribbon-shaped and thread-like columns or branches immediately rise from 
it to the surface of the liquid, and there form a kind of canopy; their 
colour is first green, and then brown, and they may be preserved if the 
liquid be carefully poured off from them. (R. Bottger, J. pr. Chem. 


(10, 60.)—Protochloride of iron forms white branches which rise perpen- 


dicularly, and after awhile turn green, then black, and lastly red by 
oxidation. Sesquichloride of iron forms red branches. Green and blue 


_ vitriol likewise form trees. At the top of each branch is situated a 
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_ gas-bubble, which, as it rises through the liquid, carries the iron-salt 
along with it. If the gas-bubble be removed, the growth of the branch 


is arrested. A large gas-bubble produces a thick, hollow branch termi- 
nating in a hemispherical summit. If a fresh gas-bubble carries an 
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additional quantity of iron-salt up through the hollow tube, the bubble 
then breaks through the summit and fills the whole liquid with crooked 
threads which spread out into a globe filled with gas. In the following 
table, a. gives the composition of the iron-tree obtained with protochloride 
of iron previously heated till it began to turn red; 6. that formed by 
protochloride which had remained white; and c. that produced by the 
sesquichloride, after previous trituration and washing with water. 
(Mulder, J.pr. Chem. 22, 41.) 
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The carbonic acid was determined merely by loss. Mulder regards the 
compound as silicate of potash combined with carbonate of ferric oxide. 

b. With 4 At. acid.—The precipitate formed with solution of silica 
and hydrochlorate of ferric oxide contains 25°3 p.c. ferric oxide, 45°3 
silica, 21°1 potash, and 9-9 carbonic acid. (Mulder.) 


Double Silicates containing Ferric Oxide and Alumina on the one - 
hand, and Ferrous Oxide and others of the stronger bases on the other. 


Chamoisite.—2(5FeO,S8i0*) + Al?O%, 8810? + 12A q.—Massive; fracture 
granular, uneven, or earthy; sp. gr. from 3°0 to 3°4; dark greenish-grey; 
magnetic. When heated, it gives off water, becomes more strongly 
magnetic and turns black, or if the air has access to it, reddish. Dis- 
solves readily in hydrochloric acid with separation of gelatinous silica, 
blackened by asphalt. (Berthier, Schw. 33, 345.) 
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Pea-ore or Lenticular Grey Iron-stone from the Albinger pit near 
Kanderne.—-10FeO, 38i0?+ Al’?O%, Si0O?+ 5Aq ?—Nodules having a dia- 
meter varying from 1] line to 2 inches, splitting off in thin scales; sp. gr. 
3:1; dingy olive-green inclining to yellow. Dissolves slowly but com- 
pletely in aqua-regia, and yields gelatinous silica when evaporated. 
(Walchner, Schw. 51, 219.) 
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Simpler, but less in accordance with the analysis is the formula 


3(3F'e0, SiO”) +Al0%, Si0?+5Aq, 
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Stilpnomelane—9(FeO,Si0?) + A?O*, 8810? +7Aq.——-Laminar; sp. gr. 
from 3°0 to 3°4; lustrous, raven-black, yields a greenish-black powder. 
Gives off ammoniacal water when heated; fuses with difficulty before the 
blowpipe, into a black, shining globule; gives the manganese reaction 
with carbonate of soda; dissolves completely in borax, exhibiting the iron 
reaction, and in microcosmic salt, with separation of a siliceous jelly. 
Dissolyes but incompletely in hydrochloric acid even when warm and 
concentrated. (Rammelsberg, Pogg. 48, 127.) 


Stilpnomelane. Rammelsberg (mean). 
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Gedrite.—8 FeO, 6810? + Al’O%, Si0?+ Aq ?—Fibrous, somewhat lami- 
nar; sp. gr. 3°26; violet-brown, with semi-metallic lustre. Fuses readily 
to a black slag; forms a blackish-green. glass with borax. Not attacked 
by acids. (Dufrénoy, J. pr. Chem. 11, 182.) 
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Iwaite.—2(2Fe0,8i07) + Fe?O?,Si0?; or more exactly, 4(2FeO,Si9*) + 
2(2CaO, SiO?) + 3(Fe’O*, Si0”).—Crystalline system the right prismatic. 
Fig. 54, 62 (without the p-face), and other forms; w!:w (Mig. 62)= 
112° 36’; w:w=128° 29’. (Hauy.) Sp. gr. 3:9 to 4:0; harder than 
apatite; opaque, with semi-metallic lustre; greyish-black. Fuses easily 
before the blowpipe, and forms a black magnetic bead. Dissolves with 
the iron reaction in borax and in microcosmic salt, in the latter with 
separation of a siliceous skeleton. Dissolves easily and completely in 
warm hydrochloric acid, forming a jelly. 
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In Stromeyer’s original analysis, the whole of the iron was estimated as 


__ protoxide, which amounted to 52°14 per cent. Kobell found that the 


mineral contained 23 per cent. of ferric oxide, and Stromeyer’s analysis, 
given in the preceding table, is calculated accordingly. 


es 


286 | mT ARE 20 nS 


Oronstedtite. — 83FeO, SiO? + Fe20', Si0?+3Aq ?— Regular six-sided 
prisms (fig. 135); cleavage very distinct parallel to p, less distinct 


parallel to s; sp. gr.=38'348; softer than calcspar; opaque, raven-black, 


powder greyish-green; non-magnetic. Before the blowpipe, it froths a 
little, without melting; but in the oxy-hydrogen flame, it melts to a 
black-brown globule; with borax it forms a black bead. Dissolves 
readily in dilute sulphuric or hydrochloric acid, forming a solution which 
becomes gelatinous. (Steinmann, Sch. 32, 69.) 
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Steinmann calculated all the iron as protoxide. Kobell found 35:35 p.c. 
ferric oxide, according to which, in Steinmann’s first analysis, there 
remains 27°11 ferrous oxide. 

Wichtyn.—3(FeO, Si0*) + Al?0%, 3810; or more completely, 3(Na0; 
CaO; MgO; FeO), 3810+ 1(AI?0%, Ke?O*), 38810?.— Its composition is 
therefore analogous to that of felspar. It has two cleavage-planes which 
cut one another almost at a right angle; sp. gr. 3°03; scratches glass; 
black. Forms a black bead before the blowpipe, and a bottle-green glass 
with borax. Not attacked by hydrochloric acid. (Laurent, Ann. Chun. 
Phys. 59, 109.) 
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Achimite.—NaO,28i0? + FeO, 8i0?+ Fe’0°, 3810*?—Crystalline system 
the right prismatic. Jig. 66, but without the y-faces, and without the 
small faces between a and ¢; the acumination is likewise much sharper. 
uw :W=86° 56'; w: t=138° 28’; w:m=186° 32!. (Mitscherlich.) Cleavage 
parallel to w, less distinct parallel to m andé. Sp. gr. 3°24; scratches 
glass. In thin fragments it is translucent and exhibits a yellowish-brown 
colour; on the outside it is brown-black or red-brown; blackish or dark 
greyish-green on the fractured surfaces. Before the blowpipe, it fuses 
into a black bead. (Strém, Schw. 37, 201.) 
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Strém and Berzelius assume that all the iron in Achmite is in the state 
of ferric oxide; but according to Kobell, the greater portion is in the state 
of ferrous oxide. 


Ottrelite.—3( FeO, 8i0”) + 2A10%, 3810? + 3Aq.—Fuses with difficulty 
in the blowpipe flame at the edges, yielding a black magnetic glass. 
When fused with carbonate of soda, it exhibits the manganese reaction, 
and with borax the iron reaction. Not decomposed by any acid except 
heated sulphuric acid. (Damour.) 
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Chlorite-spar.—2Fe0,Si0? + 2AV?0*,Si02. — Becomes darker before 
the blowpipe, and afterwards red-brown, but without fusing; exhibits 
traces of manganese when fused with carbonate of soda. Dissolves in 
borax forming a dark green bead. Microcosmic salt dissolves it slowly 
but completely, without leaving a siliceous skeleton, and forms with it a 
glass coloured by iron while hot, but colourless when cold. Not soluble in 
hydrochloric acid. Hence the mineral, previously to analysis, may be 
freed from ferric oxide and alumina by digestion in hydrochloric acid. 
(Erdmann, J. pr. Chem. 6, 89.) 
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Lepidomelane. — (KO; FeO), 810? + (Fe?0%; Al?O*), SiO?; or more 
exactly: 4(KO, 8i0*) + 7(FeO, SiO”) +'7(Fe?O?, SiO”) + 4(A1?0%, Si0?).— 
Raven-black, shining, opaque, micaceous, crystalline scales, united in 
granulo-laminar masses: sp. gr. 3°00. Before the blowpipe it acquires a 
pinchbeck-brown colour, and fuses to a black magnetic bead; dissolves 
in borax, forming a green glass. Hydrochloric acid dissolves it, with 
separation of silica in the form of the crystalline scales of the mineral. 
(Wohler & Soltmann, Pogg. 50, 664.) 
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Pinguwite.— Fe0,2Si0? + 2(Fe?0%, 28i0?)-+14Aq ?— Resembles Bole, 
Fracture, conchoido-splintry; sp. gr. 2'315. Very soft; greasy to the 
touch; does not become softer by immersion in water. Has a faint 


waxy lustre, and a siskin-green colour. (Breithaupt, Schw. 55, 303.) 
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When heated, it gives off water and becomes black-brown; before the 
blowpipe it fuses at the edges only. With carbonate of soda it fuses toa 
black slag. Dissolves in borax, exhibiting the iron reaction, and in 
microcosmic salt, with separation of a skeleton of silica. Warm hydro- 
chloric acid decomposes it readily, with separation of pulverulent silica, 
which does not lose the greenish colour of the mineral till it has been 
digested with hydrochloric acid for a considerable time. (Karsten, Schw. 
66, 9.) | 


Karsten. 
At. Pinguite. Wolkenstein. 
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Glass-fluxes containing Ferrous and Ferric Oxide.—Ferrous oxide 
imparts a bottle-green colour to glass. Glass coloured with ferric oxide is 
blood-red while hot, yellowish after cooling. 


D. CarBIpE oF Sinictum AnD Iron.—Berzelius (Gib. 36, 89) and 
Stromeyer (Gib. 38, 321) obtained this compound by heating a mixture 
of silica, iron and lamp-black to intense whiteness.—Stromeyer obtained 
five varieties: a. Platinum-coloured, lamino-granular, superficially crys- 
talline, brittle-—d. Tin-white, having the texture of cast-iron, brittle.— 
c. Silver-white, compact and granular, brittle—d. Steel-coloured, sus- 
ceptible of polish, as hard as steel, of coarse steel-like texture, subductile. 
—e. Steel-coloured, susceptible of polish, as hard as steel, very fine- 
grained, perfectly ductile.—The densities of these varieties were between 
6'8 and 7°3 inclusive.—Berzelius obtained an alloy, which, when dissolved 
in hydrochloric acid, yielded 19 per cent. of silica, and yet was malleable 
and very soft. 


a. b. c. d. e. 
Se Oe 85°3 87°4 91:2 95:2 96°2 
peewee a. 9°3 8:0 5°7 3°0 22 
Ch te eae 5'4 4°6: 3°] 1°8 1°6 
100°0 100°0 100-0 100°0 100°0 


Acids dissolve the iron and leave a black substance of unaltered form, 
which turns white on ignition in the air, and if then again treated with 
acids, gives up a fresh portion of iron, previously enveloped in the carbon, 
The ultimate residue consists of gelatinous silica. (Stromeyer.) 


_ E. Protortvoripre oF Iron anv Sinicrtum.— FeF,Sik?.— Formed 
when a solution of iron in hydrofluosilicic acid is left to evaporate in an 
iron dish and exposed to the air. Pale bluish-green, regular six-sided 
prisms, which may be derived from a rhombohedron. Easily soluble in 
water. (Berzelius.) 


F, SESQUIFLUORIDE OF IRON AND SiLictumM.—Fe?F*,38Sik*,—The 
slightly coloured solution of hydrated ferric oxide in terhydrofluate of 
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silica yields, when evaporated, a yellowish jelly, and then, after complete 
drying, a semi-transparent, gummy mass, which dissolves in water without 
residue. (Berzelius. ) 


IRon AND TITANIUM. 


A. Titanide of Iron ?—Iron appears not to be capable of taking up 
more than a small quantity of titanium, inasmuch as the latter metal 
separates from the cast-iron in the blast-furnaces (III, 466). Vauquelin 
& Hecht, on fusing these metals together, likewise obtained a grey metal 
dotted with yellow specks. 


B. Trranate oF Ferrous Oxipz, or Ferrous Trranate. — The 
different varieties of Titaniferous Iron crystallize, either in acute rhombo- 
hedrons, or in regular octohedrons, or (if they contain much titanic acid) 
in square prisms, like those of rutile. Sp. gr. 4°5...4°8. Hardness 
between fluorspar and felspar.. Opaque, of a dark iron-black colour; 
sometimes strongly, sometimes feebly magnetic, sometimes non-magnetic. 
Infusible, or difficultly fusible, before the blowpipe; forms a dark green 
glass with borax, and a dark red glass in the inner flame with microcosmic 
salt. When finely pounded, it dissolves in strong hydrochloric acid, 
nothing remaining undissolved but titanic acid, mechanically mixed with 
it in the form of rutile. The solution, when diluted with a large quantity 
of water and boiled, deposits the titanic acid previously combined with the 
ferrous oxide. When titaniferous iron is heated to redness with several 
times its weight of chloride of calcium, sesquichloride of iron is given off 
in vapour; water dissolves out chloride of calcium and protochloride of 
iron from the fused mass, and leaves a mixture of titanate of lime and 
titanate of ferric oxide. When titaniferous iron is heated to redness with 
chloride of calcium and charcoal powder, the whole of the iron which does 
not escape with the chlorine, appears to be reduced to the metallic state; 
for the fused mass dissolves in hydrochloric acid, with rapid evolution of 
hydrogen gas and separation of a red-brown powder, consisting of titanic 
acid of the rutile variety. (Wohler & Liebig, Pogg. 21, 578; also Ann. 
Pharm. 34, 135.) 


a. Ilmenite.—FeO,TiO* with variable quantities of Fe®O*. Acute 
rhombohedrons (/7g. 151), with the angles of iron-glance. (G. Rose, Pogg. 
9,286.) Sp. gr. 4°765 (Kupffer); 4°780 (Breithaupt). 

FeO,TiO? crystallizes in acute rhombohedrons, the same as those of 
FeO? in iron-glance; the two minerals appear therefore to be isomorphous. 
Tron and titanium crystallize in forms belonging to the regular system; 
it may therefore be assumed that monotitanate of ferrous oxide 
=Fe0,TiO’=Fe,Ti,O*, is isomorphous with Fe?0*’=Fe,Fe,O®, This 
explains why FeO,TiO* so often occurs mixed with very variable quan- 
tities of Fe?O*, (Mosander.) 


Mosander. 
At. Iimenite. a. 
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be eos LOO Oe Se 99°39 
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PA . ‘ . H. Rose. | Mosander. 
J At. 5 6. Cc. 
CaO seeker eteeeeeese eoee eee ; ee eeeeee eete 0°96 
MZO voices es i: CaN iat RE: , aa) 2°30 
MnO Wicca. ea ae pep ie as ee 
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a. is Ilmenite, from the Ilmengebirg.—d. Titaniferous Iron from 
Egersund.—c. the same; sp. gr. 4°745; magnetic here and there ;. 
rounding off at the edges in the blowpipe-flame; composed of 
—8(FeO,Ti0*) + Fe?0%, nearly: 3 


Mosander. 
At. a. 
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Kobell. Plantamour. 
At. b. C. 
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@. 18 Titaniferous Iron from Arendal, only partly magnetic.—d. Tita- 
niferous Iron from the Spessart. Sp. gr. 4°78; magnetically attractive 
in lumps, but, in the state of powder, it is not even attracted by the 
magnet.—c. 1s Titaniferous Iron from Uddevalla, slightly magnetic ; 
when urged by a strong blast, it fuses into a steel-grey bead, the ferric 
oxide being reduced to ferroso-ferric oxide. When ignited in a current 
of hydrogen gas, it gives off 24°55 p.c. oxygen, with traces of fluoride of 
silicijum : the number 1°87 under c. in the last table includes fluorine and 
loss, besides silica. 

Crichtonite appears also to be allied to Imenite. | 

8. Kibdelophane, or Titaniferous [ron from Gastein.—Crystals having 
the form of Iron-glance and Ilmenite; Mig. 151; 7° : 7°=86°;‘r! : 7° or 7° 
=94°. Cleavage parallel to p, less distinct parallel to 7. Hardness 
‘between fluorspar and felspar. Sp. gr. 4°66. Slightly magnetic. (Mohs.) 
It is remarkable that FeO,TiO? and 2Fe0,3TiO? should exhibit the same 
crystalline form. (Kobell, Schw. 64, 245.) | 


At. Kibdelophane. Kobell. 
bi C0 RR 18 Ae uk beer St. 1°65 
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y. Basanomelane, or the Iron-roses (Hisenrosen) from Switzerland, 


At. ——s Basanomelane. — Kobell. 
BED Leena) OP Dea, snk a8 5°01 
HH vee: ss.t4seee Bs fies SO ae) TUBS poeta 9°66 
BePOFs eae. stake Bo bw GR4S. ~ay) . B4e4b oth 85°33 
739° wR LOC 00 ek. 100°00 


Analyses of titaniferous iron, which do not admit of stoichometric 
calculation, because the proportion of protoxide to sesquioxide of iron in 
them has not been correctly determined. 


a. b. ct d. e. Ss 
LIK 0 anal tee hehe oes 4°5 1°6 2°6 OSes or OO he 
FeO + Fe?0?........ 82°0 79°2 79°0 B5°D. wee 03274 99, 72 
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a. Titaniferous Iron from Puy a Velay. (Cordier.) 

6. From Teneriffe. (Cordier.) 

c. From Niedermennich. (Cordier.) a. to ¢., octohedral. 

d. From the sea-sand of the coast of Finland. Attracted by the mag- 
net. Sp. gr. 4°545.. (Klaproth.) 

e. From the sea-sand at Warnemiinde on the Baltic. Attracted by 

_ the magnet. Sp. gr. 3°153 [7] (Mohl.) 

J. Iserine, from the Vale of the Iser. Sp. gr. 4:545. Some grains 
of this mineral are strongly magnetic; some slightly, others not at all. 
(Klaproth.) Octohedrons. 

g. The same, (H. Rose.) 

h. Menaccanite, from Cornwall. Square prisms. (Chenevix.) 

2. The same. (Klaproth.) | 

k. Nigrine, from Ohlapian. Sp. gr. 4°45. Not fusible before the 
blowpipe: Square prisms, of a reddish-black colour, translucent, and 
exhibiting a blood-red colour at the edges. (Klaproth.) 

The octohedral varieties of titaniferous iron should perhaps be regarded 
as magnetic iron ore, Fe®O*, in which a portion of the iron is replaced by 
titanium. This view is supported by the following analysis, by Ram- 
melsberg (Pogg. 53, 129), of the so-called magnetic iron-ore in the basalt 
of Uskel : for, | . 

A¥FeO, 2Fe?O3, TiO? = 8Fe+ Ti+120 = 9 Metal: 12 Oxygen = 3: 4. 
The same formula probably belongs to the analyses a, 6, c. in the. pre- 
_ ceding table, whereas iserine is probably 2Fe0,TiO*, which would require 
it to contain 63°63 p.c. ferrous oxide and 36°36 titanic acid. (Gmelin.) 


. Rammelsberg. 
ARCO. Miixinssqugnidins 140). cae. | AABY A on... 39°16 
a ad OS POEL Pine 156 ee See eee 48°07 
3 Wl lls Magee 8X 40 DE Oe as etek 11°51 
336 100°00,.. siden 98°74 
U2 


eS = 
pe as Pe: 
«<a 54 . 


292 wee EEE ROY: 


C. TiTaNATE oF Ferric Ox1pe, or Ferric TiraNaTe.—When finely 
pounded titaniferous iron is very strongly ignited with several times its 
weight of chloride of calcium, and the fused mass freed, first from chloride 
of calcium and chloride of iron by digestion in water, and then from 
titanate of lime by strong hydrochloric acid, titanate of ferric oxide is 
left behind, in the form of long, thin, opaque, non-magnetic needles, 
having a dark steel-blue colour and strong lustre. They dissolve readily 
in red-hot melted bisulphate of potash, forming a yellow liquid, which, 
after solidification, dissolves perfectly in water. The crystals suffer no 
alteration by ignition in air or chlorine gas, or by boiling with oil of 
vitriol or strong hydrochloric acid. (Wéhler & Liebig, Pogg. 21, 578.) 


D. BIFLvoRIDE oF TiTANIUM with SesquirFLUORIDE oF IRon.—The 
yellow aqueous mixture of the two salts yields, by spontaneous evapora- 
tion, a yellow syrup, and then, by evaporation at a gentle heat, a pale 


yellow, crystalline mass of salt, which is decomposed on being again dis- 
solved in water. (Berzelius.) 


TRon AND TANTALUM. 


A. TANTALIDE or Inon.—Formed by igniting tantalic oxide with 
iron filings in a charcoal crucible. Imperfectly fused metal, resembling 
cast-iron,'but not crystalline at the fracture. Scratches glass ; brittle, but 
difficult to break in pieces; yields a dark brown powder. Hydrochloric 
acid slowly extracts the iron from it, leaving the tantalum in the form of 
a grey powder. (Gahn, Berzelius & Eggertz.) 


B. TANTALITE OF FERROUS Oxipk, or Ferrous TANTALITE.— 7anta- 
lite, yrelding a cinnamon-coloured powder. Of indeterminate crystalline 
form ; sp. gr. 7°655. Scratches glass; exhibits an uneven, black, and 
copper-coloured fracture; opaque, black, and possessed of a higher metallic 
lustre than ordinary tantalite. Infusible before the blowpipe. With 
borax it forms a green glass, with white particles floating in it; but the 
solution is very slow, even when the mineral is pounded: the glass 
becomes milky on cooling. In microcosmic salt it dissolves. easily, 
exhibiting the same colours as ordinary tantalite. 


Berzelius. 
Tantalite. Kimito. 
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C. TANTALATE OF Frrrovus OxipE, or Ferrous TANTALATE.— 
a. Bibasic.—Columbite.—Crystalline system the right prismatic. Right 
rhombic prisms, with the lateral edges truncated, and numerous accumi- 
nation faces. ig. 74 (nearly) and other forms. w : w=100°40); 
@:7=59°. Sp. gr. 5°9 to 6:46. Scratches glass. Fracture somewhat 
conchoidal, and imperfectly laminar. Opaque, with metallic lustre, 
greyish-black, producing a dark brown powder. It is not magnetic, even 
after ignition with charcoal. . Before the blowpipe, it becomes somewhat 
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rounded at the corners; dissolves slowly in borax, to which it imparts a 
blackish-green colour; may be disintegrated by fusion with hydrate of 
potash. Fused with nitre, it forms a green mass, from which water 
extracts manganate and tantalate of potash. 


Wollas-- A; Dunin- — -Thom- 


‘ton. — Vogel. Borrowsky. son. 

Columbite. America, Bodenmais. 

_———— 
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b. Monobasic.—Ordinary Tantalite.—Crystalline system the right 
prismatic. Right rhombic prisms, with truncated lateral edges, and acu- 
minated with numerous faces, four of which belong to a rhombic octo- 
hedron. ww! : w=122° 54’; 7: i= 54° 4’. Sp. gr. 7264. (Nordenskiold, 
Pogy. 50, 656.) Fracture uneven, and exhibiting the metallic lustre. 
The mineral is black and opaque, and yields a black-brown powder, 
which becomes coffee-coloured when rubbed very fine. Infusible before 
the blowpipe. With carbonate of soda in the inner flame, it often yields 
globules of tin, especially if a little borax be added. With borax it fuses 
readily, forming a clear yellow glass, which becomes milk-white by flaming. 
In microcosmic salt it dissolves somewhat less readily, forming a brownish- 
yellow glass, which becomes yellow on cooling, and acquires a yellowish- 
red colour in the inner flame. Disintegrated by fusion with hydrate of 
potash. Dissolves in red-hot bisulphate of potash, forming a reddish- 
yellow liquid, solidifying, as it cools, in a white mass, which, when dis- 
solved in water, leaves tantalic acid (together with stannic acid). Not 
attacked by acids, even strong oil of vitriol acting on it but slightly. 
(Gahn & Berzelius, Schw. 16, 259, 288 and 447.) 


Nordenskiold. 
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The following varieties of tantalite are mixed with considerable 
quantities of tin-stone, and partly also of wolfram: the sesquioxides of 
“manganese and iron found in them should perhaps be estimated as 
protoxides. ; 
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IRoN AND TUNGSTEN. 


“A, Tunastate oF Ferrous Oxipe, or Ferrous TunastatTe. — 
a. Monotungstate-—Aqueous monotungstate of potash yields with neutral 
ferrous salts a light brown precipitate, which, when heated, gives off half its 
‘water and assumes a darker brown colour; is not decomposed by cold 
sulphuric, hydrochloric, or nitric acid, but completely at a boiling heat, 
with separation of tungstic acid; and dissolves in boiling phosphoric 
acid, likewise in warm oxalic acid, in which it forms a yellow solution, 
but is not, soluble in water. (Anthon, J. pr. Chem. 9, 343.) 


Ignited. Anthon. : Hydrated. Anthon. 
FeO... ic... S05 22°08 1, 20 SE PEO. cue BO fous, LO ae fie pe 
WOE fs, BEG FPA ee TONS WO. ss... FOO? 6S. OOF 
SHQ a. BP, TSB ee OG 
155... 100°00_.... 100°00 T&2"* .., 100°O0 ccs ke 


To this head likewise belongs Wolfram, in which, however, sometimes 
a larger, sometimes a smaller proportion of ferrous tungstate is replaced 
by manganons tungstate.—Crystalline system the right prismatic; right 
rectangular prisms, with the summits and lateral edges truncated. (Hauny.) 
According to Mohs, it belongs to the oblique prismatic system; w’: w= 
98° 12!. Sp. gr. 7°1 and 7°6. Hardness between fluorspar ‘and felspar. 
Opaque, with a metallic and adamantine lustre, and brownish-black 
colour; powder red-brown.—In a charcoal crucible heated in a blast- 
furnace, it is reduced, with loss of 40 to 46 per cent., to a perfectly united 
metallic mass. (Vauquelin.)—On -chareoal before the blowpipe, it fuses 
with tolerable facility into an iron-black, magnetic globule, exhibiting 
externally an aggregation of laminar crystals. With carbonate of soda 
on charcoal, it is reduced to tungstide of: iron, easily separated by leviga- 
tion. Dissolves with tolerable facility in borax, exhibiting the iron reac- 
tion, and easily in microcosmic salt, forming in the outer flame a green, 
and in the inner a dark red glass, which is opaque even with a small | 
quantity of wolfram, turns green if fused with tin for a short time, and 
reddish after a longer time.—Wolfram may be decomposed by fusion with 
hydrated carbonate or bisulphate of potash, likewise with chloride of 
calcium. When the decomposition is effected by hydrate or carbonate 
of potash, the products are tungstate of potash, which may be extracted 
by water, and a residue of oxidized iron and maganese; bisulphate of — 
potash yields soluble salts of iron and manganese, and a residue of tungstiec 
acid; chloride of calcium produces soluble chloride of iron and chloride of 
manganese, and insoluble tungstate of lime-—With hot oil of vitriol, 
wolfram forms an indigo-coloured solution, which loses its colour in the 


air, and deposits white flakes. (Schaffgotsch.)—Hot hydrochloric acid 
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digested with pounded wolfram, slowly extracts the oxides of iron and 
manganese, and leaves the tungstic acid in the form of a yellow powder. 
When pounded wolfram is digested with strong hydrochloric acid in close 
vessels, the acid dissolves, besides the iron and manganese, a small quan- 
tity of tungstic acid—which is precipitated on the addition of water— 
and leaves a swollen, dirty-blue powder, which turns yellow in the air, 
and gives up its protoxide of iron to hydrochloric acid, and its tungstic 
acid to ammonia, but not till the protoxide of iron has been converted 
into sesquioxide by exposure to the air. (Berzelius, Schw. 16, 478.) 
For other observations relating to this subject, see below: Margueritte 
and EKbelmen.]| The mineral is decomposed. by strong aqua-regia more 
quickly than by hydrochloric acid; the small quantity of tungstic acid 
dissolved in the liquid, is precipitated together with iron on the addition 
of water. (Vauquelin, dnn. Chim. Phys. 80, 194.) 


Count Schaffgotsch. Ebelmen. Vauquelin, 
At. a db C d. 
MgoO.... at 0°80 
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a. is Wolfram from Ehrenfriedersdorf ;—d. from Monte Video, sp. gr. 
7'544;—c, and d. from Limoges. 
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e. is Wolfram from Cumberland ;—/. from Chanteloupe, sp. gr. 7°437;— 
g. from the Département de la Haute Vienne. The sesquioxides of iron 
and manganese found by Vauquelin (J. Chim. Méd. 1, 244).are reckoned 
in the table as protoxides. 


At. From Zinnwald. Schaffgotsch. 
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Count Schaffgotsch (Pogg. 52, 475) regards wolfram, not as tungstate of 


_ ferrous oxide (and manganous oxide), but as a compound of tungstous oxide » 


(LV. 25) with ferrous oxide (and manganous oxide) = (FeO; MnO) WO?, 


because, if the tungstic acid obtained in the analysis be reckoned as such 


and not as tungstous oxide, the result is 4 or 5 per cent. in excess. This 
‘excess, however, does not occur in all analyses of wolfram; and, more- 
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over, no instance is known of tungstous oxide playing the part of an acid. 
Again, if the tungsten were in the state of tungstous oxide, no tungstic 
acid could be separated by the action of the hydrochloric acid out of con- 
tact of air. The observation of Wohler & Beringer (Ann. Pharm. 39, 
253), that wolfram heated in a stream of chlorine gas, yields, like tung- 
stous oxide, a sublimate of tungstate of tungstic chloride (IV., 36), 
appears to be favourable to this theory of Schaffgotsch; Ebelmen, however, 
(NV. Ann. Chim. Phys. 8.405) endeavours to explain it by supposing that 
the ferrous oxide and tungstic acid decompose each other, yielding ferric 
oxide and tungstous oxide; but this hypothesis is inadmissible, excepting 
when the residue contains.a basic sulphate of ferric oxide and manganous 
oxide. 

On the other hand, Margueritte (Compt. rend. 17, 742) regards wol- 
fram as a compound of ferric and manganic oxide with tungstic oxide= 
Fe’?0°,W?0® mixed with Mn?0°,W?0*% In support of this view, the 
following facts are adduced:—When pounded wolfram is digested in 
a close vessel with hydrochloric acid not very hot, ferric oxide is 
dissolved and blue oxide of tungsten left behind; but if the solution be 
boiled, or left for some time in contact with the residue, hydrochlorate 
of ferrous oxide and yellow tungstic acid are formed.—Ebelmen, on the 
contrary (Compt. rend. 17, 1198), by placing fine wolfram powder in 
contact with cold strong hydrochloric acid out of contact of air, obtained 
a liquid, which, on the addition of water, deposited tungstic acid, and 
retained in solution protoxide of iron free from sesquioxide; it was only 
when the quantity of ferrous hydrochlorate was increased by the con- 
tinued action of the hydrochloric acid, that the separated tungstic acid 
was mixed with blue particles. Tungstic acid (precipitated from tung- 
state of ammonia by hydrochloric acid), when digested with hydrochlorate 
of ferrous oxide and strong hydrochloric acid, is immediately converted— 
with simultaneous formation of a small quantity of ferric hydrochlorate— 
into blue oxide of tungsten free from iron, which again becomes yellow 
on the addition of water, and consequently is not produced at all when 
dilute hydrochloric acid is employed. Hence, when wolfram is decom- 
posed by concentrated hydrochloric acid, part of the separated tungstic 
acid is reduced to the state of tungstic oxide by the action of the ferrous 
hydrochlorate produced. 

6. Bitungstate.—Formed by precipitating a ferrous salt with an 
alkaline bitungstate. The cinnamon-coloured, curdy precipitate hardens 
even under the liquid, and dries up to a mass of rusty-brown powder, 
which bakes together when ignited, and at the same time gives off water 
and assumes a darker colour. Insoluble in water, but soluble in hot 
aqueous phosphoric and oxalic acid. (Anthon.)—By precipitating a 
ferrous salt with a hot saturated solution of bitungstate of ammonia, a 
brick-red precipitate is obtained. Dilute hydrochloric acid extracts 
protoxide of iron from it, leaving the tungstic acid; strong hydrochloric 
acid extracts sesquioxide of iron as well as protoxide, and imparts a blue 
colour to the separated tungstic acid; cold potash-ley dissolves out the 
tungstic acid, and leaves greenish-white hydrate of ferrous oxide. 
(Ebelmen, Compt, rend. 17, 1198.) 
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B, CARBIDE oF TUNGSTEN AND Iron.—Tungstic acid, heated in the 
forge-fire with cast-iron, yields a brownish-white, hard, granular com- 
pound. (De Luyart.) | | 


C. Ferrous SunpHorunestaTe.—FeS,WS*.—Ferrous sulphate forms 
a deep yellow solution with sulphotungstate of potassium. 


D. Ferric SuLpHotunestatTe.—Fe’S*, 3WS*.—Aqueous sulphotung- 
state of potassium yields, with ferric salts, a dark brown, bulky precipi- 
tate, which dries up to a liver-coloured mass. (Berzelius.) 


Iron AND MoLyBDENUM. 


A. MotysprpE or Iron.—Bluish-grey, hard, brittle, fine-grained, 
magnetic; fusible before the blowpipe, when formed of equal parts of the 
two metals, but not when formed of 2 pts. molybdenum and 1 pt. iron. 

Many samples of pig-iron likewise consist of iron alloyed chiefly with 
molybdenum; a. Pig-iron from the upper works at Hisleben, obtained in 
the fusion of bituminous marl-slate in smelting-furnaces.—a, Fine-grained. 
—f. Coarse-grained. (Heine, J. pr. Chem. 9, 176.)—b. The so-called 
Magdeburg meteoric iron, containing slag mixed with bronze-yellow 
copper-cinder; probably the pig of iron from a copper-furnace.—za. is the 
analysis of a fine-grained sample, 8. of a coarse-grained sample, by 
Stromeyer (Pogg. 28, 551);—-y. is the analysis by Wehrle. (Zedtschr. Phys. 
v. W. 3, 168.)—Pig of iron found in the neighbourhood of the rothe Hutte 
in the Harz, examined by Wiggens. (Pogg. 28, 565.)—d. Pig of iron 
found underground at Lauchstadt. (Steinberg, J. pr. Chem. 18, 379.) 
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B. Motysppate oF Ferric OxipE, or Ferric Motyspate.—Hydro- 
chlorate of ferric oxide gives a brown precipitate with molybdate of 
potash. (Scheele.) | 


C. Ferrous SuLPHOMOLYBDATE.—FeS,MoS*.—Formed in the pre- 
paration (1) of sulphomolybdate of potassium, its formation, being due to 
the iron contained in the native sulphide of molybdenum. (IV. 57.) 
When the greater part of the sulphomolybdate of potassium has been 
removed from the ignited mass by water, the iron-compound likewise 
dissolves and imparts a-deep wine-red colour to the liquid. On evaporat- 


ing this solution, the iron-compound is precipitated in the form of a black 
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jelly, by the action of the potassium-compound likewise contained in it. 
The gelatinous precipitate dissolves easily in water, forming a wine-red. 
liquid, which becomes much darker on exposure to the air, and when 
dilute, is very readily decomposed, depositing a pale rust-yellow powder. 
The black jelly, when it dries up, is converted into the same substance. 
(Berzelius.) | 


D. Ferric SuLpHOMOLYBDATE.—Formed by precipitating a ferric 
salt with aqueous sulphomolybdate of potassium.—Dark brown precipitate 
which blackens on drying, and yields a brown powder, When distilled, 
it yields a large quantity of sulphur, and leaves a grey shining mass 
resembling native sulphite of molybdenum in outward appearance. It 
dissolves in excess of the aqueous sulphomolybdate of potassium, forming 
a black solution, but the greater part of it separates again from the liquid 
in the course of four-aud-twenty hours. (Berzelius.) ) 


EK. FERRovus PERSULPHOMOLYBDATE.—Aqueous persulphomolybdate 
of potassium precipitates a ferrous salt only when the latter is in excess; 
the precipitate is red. 


F. Ferric PersuLPHOMOLYBDATE.—By precipitation of a ferric salt. 
Red precipitate. (Berzelius.) 


\ 


IRoN AND VANADIUM. 


A. Vanadiate of Ferrous Oxide ?—Ferrous salts yield with mono- 
vanadiate of potash, a dark greenish-brown precipitate, which dissolves 
in hydrochloric acid, forming a green solution, and should perbaps be 
regarded as vanadiate of ferric oxide. With bivanadiate of potash, 
ferrous salts yield a green precipitate which gradually turns grey, then, 
after 24 hours, becomes yellow and crystalline, the liquid at the same 
time acquiring, first a green, and then a yellow colour. (Berzelius.) 


_B. VanapiaTe oF Ferric Oxipr, or Ferric VANADIATE.—Mono- 
vanadiate of potash forms, with tersulphate of ferric oxide, a straw- 
yellow precipitate slightly soluble in water. Bivanadiate of potash like- 
wise gives a straw-yellow: precipitate, which however soon assumes a 
crystalline aspect. (Berzelius, Pogg. 22, 59.) 


IRon AND CHROMIUM. 


A. Curomic Ox1IpE witH Frrrovus Ox1pE.— Chrome-iron-ore.— 
Regular octohedrons. (Isomorphous with Spinelle, Gahnite, Magnetic 
Iron, Zeilanite, and Franklinite.) Sp. gr. 4°2 to 4:5. Hardness between 
apatite and felspar. Opaque, with semi-metallic lustre. Colour varying 
from iron-black to blackish-grey ; powder brown. Not magnetic, or but 
slightly so.—The ferrous oxide contained in the mineral may be reduced 
to the metallic state by ignition in hydrogen gas. (H. Rose, Pogg. 15, 275.) 
In the inner blowpipe-flame it becomes magnetic without fusing. Not 
attacked by carbonate of soda on platinum (according to Abich, it forms 
therewith a yellow slag containing chromate of soda). Heated with 
earbonate of soda on charcoal in the inner blowpipe-flame, it yields iron; 
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‘dissolves slowly but completely in borax or microcosmic salt, producing a 


colour due to the iron, which, however, on cooling (even when the quan- 
tity of chrome-iron ore is very small: Abich), gives place to the emerald- 
green of chromic oxide; the latter colour is most apparent after heating 
the bead in the inner flame, especially with the addition of tin. (Ber- 
zelius.)——The mineral gives up but a trace of iron to boiling acids. When 
heated to redness with nitre, it is converted into ferric oxide and chromate 
of potash.—Chrome-iron-ore is FeO,Cr’O*; but part of the ferrous oxide is 
replaced by magnesia, and part of the chromic oxide by alumina, and 
perhaps also by ferric oxide: . 


At. Chrome-iron-ore. Abich, a. 
BO en at te aa rae PAD em Zoe 
fc) 8 PR ee Sine) BO ee | ee Ogre. pers 20°13 
C¥7OF co cgcctdevesvees PO: ie BOOP OL a, Sb OOE™!) OE Se 60°04 
PePOF. (Aas casicgess $1018.60 1463 25 CASES v4 11°77 
ES Re ee eee ale ia Se tee El ha oc 0°36 
3334°2 © d+ TORO OR 99°82 

At. Abich, 0. 
PO ee oka eee 160 oats 9°46 Te 9°69 
UR aries tactic Sees 315 See tre VS OL ues Sects 18°97 
85 sal, peal ee Ma iPad F-Feuaeere 960 a ee ee pieeaate 54°92 
AP OR ice dts er 257 ae PRED oS Sea, 13°23 
POE EF Ge ao. Ne. ok un aoe! 0°83 
1692 a... 2 FOOOR ud 97°64 


a is crystallized, 6 massive Chrome-iron-ore from Baltimore;—in Abich’s calcu- 
lations of the per centage of the analyses a and J (Pogg. 23, 335) certain errors occur, 
which have been rectified in the preceding table. 


' The following analyses, in most of which the magnesia seems to have 
been overlooked, cannot be reduced to exact calculation: 
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a and 6 are Chrome-iron-ores from Baltimore ;—e-from Pennsylvania ;—d from 
Siberia ;—e from Rocraas ;—/ from Krieglach. 


B. Curomic Ox1pE with Ferric Ox1ipr.—Chromate of potash gives, 
with sulphate of ferrous oxide, a yellowish-brown precipitate, which does 
not yield chromic acid to caustic potash, but dissolves partially in nitric 
acid, forming « green solution. (Vauquelin.) 


C. Curomate or Ferric Ox1pe, or Ferric CuromaTE.—a. Basic.— 
Brown powder, which by water, especially when hot, is resolved into 
soluble chromic acid and insoluble ferric oxide. (Maus. ) 

b. With 4 At. Acid.—Aqueous chromic acid digested with excess of 


‘ hydrated ferric oxide, yields.a brown solution, which contains 74°94 
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chromic acid to 25:06 ferric oxide, is not rendered turbid either by dilu- 
tion with water or by boiling, and yields, on evaporation, a brown 
resinous mass, soluble in water and alcohol. (Maus, Pogg. 9, 132.) 


D. CarBipE oF Curomium AND Iron.—a. Comparatively rich in 
Chromium.—1. A mixture of chromic and ferric oxide is exposed to a 
very intense heat ina charcoal crucible.—2. One hundred parts of chrome- 
iron-ore are fused in a charcoal crucible, with 70 silica and 30 lime, or 
with 100 parts of glass, or with 40 of borax. These fluxes take up the 
earths mixed with the chrome-iron-ore, and form a slag; the purer the 
ore, the less flux does it require; the addition of 60 parts of ferric oxide 
increases the quantity of chrome-iron in the product.—Hard, brittle, 
crystalline, whiter than iron and highly lustrous; less fusible, less mag- 
netic, less easily attacked by acids than iron; all these properties are 
exhibited in a higher degree, the larger the proportion of the chromium. 
The compound obtained by (1) from equal parts of chromic and ferric 
oxides, exhibits a crystalline fracture—contains hollows filled with pris- 
matic crystals—scratches glass as strongly as diamond—is whiter than 
platinum—and may be ground in an agate mortar to a fine powder, which 
exhibits the metallic lustre; it is but slightly attacked by acids, even by 
boiling aqua-regia, but may be oxidized by fusion with nitre. (Berthier, 
Ann. Chim. Phys. 17, 55; also Schw. 43, 419; also Gulb. 72, 247.) 

b. Chrome-steel.—1. The alloy a. when fused with cast-steel, yields a 
very hard kind of steel, which is easy to work, and when treated with 
sulphuric acid, exhibits beautiful Damascus figures with silver-white veins. 
(Berthier.)—2. Three parts of chromium fused with 100 parts of steel, 
yield a very hard alloy, which, however, is not malleable at high tempera- 
tures as iron. By treating the polished surface with sulphuric acid, or by 
merely heating the alloy, beautiful Damascus figures are formed upon it. 
—3. The alloy of 1 pt. chromium and 100 steel, exhibits similar pro- 
perties, but is somewhat softer. (Faraday & Stoddart.) 


IRon AND URANIUM. 


Uranide of Iron ?—When a mixture of an iron-salt with a uranium- 
salt is precipitated by ammonia, and the precipitated mixed oxides reduced 
by hydrogen gas at a red heat, the residue [compound or mixture ?] burns 
very vividly when thrown out into the air after cooling. (Arfyedson.) 


IRon AND MANGANESE, 


A. ManeanipE or Iron.—Iron by combining with manganese, 
becomes whiter and more brittle; when the proportion of manganese 
amounts to 22 per cent., the iron ceases to exhibit magnetic properties. 
(Mushet.) 

Hypermanganate of potash exhibits no alteration when mixed with 
hydrochlorate of ferric oxide. (Fromherz.) | 


q B. Maneanirerovus Maenetic Iron-orE.—ZJron-earth, Lisenmulm. 
—(FeO; MnO) Fe’?0?.—Occurs at the “ Alte Borke” mine in the neigh- | 
bourhood of Siegen, where a vein of spathic iron is broken through by 
basalt, and partly converted into magnetic iron-ore.—Black, pulverulent 
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mass, which attaches itself closely to anything ‘on which it is rubbed, and 


is strongly attracted by the magnet. The specific gravity was found by 


experiment to be 3°76; but this is too low. It may be considered as 
magnetic iron-ore in which about half the ferrous oxide is replaced by 
manganous oxide, which is isomorphous with it. The analysis of three 
specimens gave the following results: . 


(1.) (2.) (3.) 
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The specimens (2) and (8) contained small quantities of gold. (Genth. 
Ann. Pharm. 66, 277.) % 


C. CaRBIDE oF MANGANESE AND IRon.—Manganese unites readily 
with steel. The compound possesses great malleability at high tempera- 
tures, but is very brittle when cold. It exhibits very plain and perfectly 
black Damascus figures. (Bréant.) . 


D. PaospHate oF Manaanous OxipE AnD FERRovs Oxipe.—Wan- 
ganoso-ferrous Phosphate.—a. Quadrobasic.—Triplite, Phosphornangan. 
—Massive, having a flat conchoidal fracture, and specific gravity = 3°43. 
Harder than fluorspar; translucent at the edges; exhibits a faint waxy 
lustre; colour varying from pitch-black to clove-brown; powder yellowish- 
grey.—When heated, it gives off a small quantity of water containing 
hydrofluoric acid. Fuses readily on charcoal before the blowpipe, effer- 
vescing strongly, and yielding a black, metallic-shining, strongly-magnetic 
bead, which, when heated with carbonate of soda in the inner flame, 
yields a large quantity of phosphide of iron. With carbonate of soda 
on platinum, it yields mineral chameleon. Dissolves easily in borax, 
exhibiting the reaction of manganese in the outer, and of iron in 
the inner flame.—In microcosmic salt it dissolves still more readily, 
scarcely exhibiting the latter reaction, and requiring very long-continued 
and gradual treatment in the outer flame to make it exhibit the reaction 
of manganese. Easily soluble in hydrochloric acid. (Berzelius.) 
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The triplite of Limoges, when heated with oil of vitriol, etches glass so 
strongly, that it might be supposed to be allied to iron-apatite. (Gmelin.) 


6. Terbasic.—a. Triphyline.—3(LiO; MnO; FeO)PO*, or more exactly: 
3(2-LiO, 3;-MnO,12FeV)PO* Crystalline system the oblique prismatic. 
The cleavage-planes indicate a form like Fig. 85, without f- and a-faces, 
u! ;u=182° nearly. Cleavage distinct parallel to 7; less distinct parallel 
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towand?. Sp. gr. 8°6; hardness less than that of apatite. Slightly 
translucent, with a tolerably strong waxy lustre; greenish-grey, bluish 
in places; powder greyish-white. Gives off a small quantity of water 
when heated. Decrepitates before the blowpipe, and then fuses very 
easily and quietly to a dark steel-grey, magnetic bead, at the same time 
imparting to the flame a pale bluish-green colour, reddish at intervals, 
and after moistening with sulphuric acid, a deeper blue-green. When 
fused on platinum with carbonate of soda, it exhibits a slight manganese 
reaction; in borax it dissolves with the reaction of iron. Gives up phos- 
phoric acid to éaustic potash. Easily soluble in hydrochloric acid ; the 
solution evaporated to dryness and boiled with alcohol, imparts a purple- 
red colour to the flame of the alcohol. (Fuchs, J. pr. Chem. 38, 98; 


5, 319.) 7 
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B. Tetraphyline or Perowskine.—8(LiO; MgO; MnO; FeO),PO°%, or more 
exactly: 3(,Li0,.,Mg0,4,Mn0,12F'eO)PO*.—From Keiti near Tamela. 
—Resembles triphyline in its outward aspect, but its fracture is yellow 
when fresh, and gradually blackens by exposure to the air. It likewise 
gives a stronger manganese-reaction before the blowpipe. With carbonate 
of soda on platinum, it colours the blowpipe-flame red. With boracic 
acid and iron wire, it yields phosphide of iron. (Berzelius & Nordens- 
kiold, Pogg. 36, 473.) 
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y. Iron-apatite.—8[3(MnO; FeO)PO*]+FeF, or more fully: 3MnO, 
PO + 2(8FeO,PO°)FeF.—The cleavage-planes of the imperfectly crys- 
tallized mass appear to correspond to a six-sided prism. Sp. gr. 3°97. 
Hardness equal to that of apatite. Has a waxy lustre, and clove-brown 
‘colour. Decrepitates before the blowpipe and fuses readily, with intum- 
-escence, into a metallic-shining, bluish-black, strongly-magnetic globule. 
-Dissolves easily in borax and in microcosmic salt. With heated oil of 
vitriol, it gives off hydrofluoric acid. Warm hydrochloric acid dissolves 
it with facility. (Fuchs, J. pr. Chem. 18, 499.) 
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TRON AND ARSENIC. ‘$03 
e. 5 atoms of Base to 2 atoms of Acid.—c. Heteporite—5(MnO; FeO), 


2P05+2 Aq.?% [Does it not likewise contain lithia ?|--Laminated mass, 


having three planes of cleavage, which indicate a rhombic prism whose 
lateral dihedral angles are about 100° and 80°. Sp. gr. of the unaltered 
mineral 3°524; of the same altered by weathering, 3°390. Scratches glass 
but not quartz. Has a faint waxy lustre, and a greenish-grey colour 
inclining to bluish-grey; the faces which are exposed to the air exhibit a 
semi-metallic lustre and violet colour. Before the blowpipe it fuses into a 
dark brown globule, having a semi-metallic lustre. _ Dissolves in hydro- 
chloric acid with the exception of a small quantity of silica. (Dufrénoy, 
Ann. Chim. Phys. 41, 837; abstr. Pogg. 17, 495.) In its primitive state 
the mineral yields, sometimes a grey, sometimes a yellow powder; after 


‘weathering, it yields a violet powder. With hydrochloric acid it evolves 


chlorine, and must therefore contain free manganic oxide. (Vauquelin, 
Ann. Chim. Phys. 30, 294.) 
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8. Huraulite—5(MnO; FeO), 2P0°+ 8Aq ?—Crystalline system the 
right prismatic, ig. 99, sometimes with the ¢-face. w : w’=62° 30’; 
ez: a=80°. No cleavage-planes. Fracture conchoidal. Sp. gr. 2°270. 
Harder than calespar, transparent, and of a hyacinth-red colour. Gives 
off water when heated, and fuses very easily before the blowpipe to a 
black globule, having a semi-metallic lustre. (Dufrénoy, Ann. Chim. 
Phys. 41, 837; abstr. Pogg. 17, 493.)—White with a tinge of rose-colour. 
(Vauquelin; dnn. Chim. Phys. 30, 294.) 
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EK. PHospHATE oF FrRric OxIpE AND MANGANIC OxIDE, or Manaa- 
NICO-FERRIC PHospHate.— Weathered Triphyline or the so-called Zriplit 
of Bodenmais.—6(Mn’O*; Fe’O*) 4P0°+5Aq. 
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IRON AND ARSENIC. 


A. ArsENIDE oF Iron.—a. Di-arsenide.—54 pts. (2 At.) of iron 
filings ignited ina close vessel with 108 pts. of arsenic, retain 73°44 
(nearly 1 At.) arsenic in combination. (Gehlen.) The arsenide of iron. 


304 


Pees we! ae Oe 2. a 
eee Wi ee 1 aR Le 


IRON. 


ree “Pe s Lo) a noe "a head il od ee 


thus formed does not fuse; it is white, very brittle, and easily pulverized. 
(Bergman, Gehlen.) . . 3 

6. Found in the form of Arsenical Iron or Arsenical Pyrites.—Crys- 
talline system the right prismatic. Form, a right rhombic prism: 
w:ul=122° 26'; bevelled with two y-faces resting on the two obtuse 
angles. Cleavage parallel top. Sp. gr. 7:22. Hardness intermediate 
between fluorspar and felspar. Silver-white inclining to steel-grey ; 
powder blackish-grey. (Mohs.) When heated in closed vessels, it yields 
a sublimate of arsenic; fuses on charcoal before the blowpipe to a black 
magnetic mass, at the same time emitting a strong odour of arsenic. Dis- 
solves in nitric acid with separation of arsenious acid. 
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a. is arsenical pyrites from Reichenstein,—0. from Fossam,—c. from Slad- 
mig; in this last, the iron is partly replaced by cobalt and nickel.—a, «. 
and 6, a. are the direct results of analysis; if from these we deduct the 
matrix and sulphur, together with the quantity of iron and arsenic 
required to convert the sulphur into arsenical pyrites, the iron and arsenic 
will remain in the proportions calculated in a, 8. and 0, B. (Comp. EK. Hof- 
mann and Th. Scheerer, Pogg. 25, 489; 49, 536; 50, 153.) 


B. ARSENITE OF Ferrous Oxipe, or Ferrous ArseniteE.—Arsenite 
of ammonia forms with green vitriol a greenish-white precipitate which 
afterwards becomes yellowish; it dissolves in aqueous ammonia forming 
a greenish-yellow solution, but not in arsenite of ammonia or other 
ammoniacal salts. (Wittstein.) | 

When hydrated ferrous oxide precipitated by ammonia and washed 
(it then contains 3 parts of the anhydrous oxide) is agitated with an 
aqueous solution of 1 pt. arsenious acid, it is partially dissolved. The 
filtrate [which Guibourt regards as ferrous prechtg evolves a large 
quantity of arsenic in Marsh’s apparatus, and gives with sulphuretted 
hydrogen a brown colouring, which disappears on the addition of hydro- 
chloric acid, without the formation of a yellow precipitate [was there not 
at least a precipitate of sulphur arising from the reduction of the sesqui- 
oxide of iron to protoxide?|—The solution is also coloured yellow by 
ammonia, deep yellow by cupro-sulphate of ammonia, and instantly black 
by tincture of galls. (Guibourt.) | 


C. ARSENITE OF FerRRIc Oxipz, or Ferric ARSENITE.—Quadrobasic. 
—Formed when acetate of ferric oxide is precipitated by free arsenious 
acid or an alkaline arsenite. The free acid precipitates the ferric oxide 
completely from a solution of the acetate, but not at all from the sul- 
phate, hydrochlorate, or nitrate. (Bunsen.) The precipitate formed by 
arseniate of ammonia in a solution of ferric acetate requires long-continued 
washing to free it from acetate of ammonia. (Simon.)—2. The same salt 
is produced by agitating freshly-precipitated ferric hydrate with aqueous 
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arsenious acid. 1 part of arsenious acid dissolved in water is com- 
pletely precipitated by a quantity of ferric hydrate containing from 10 to 
12 parts of the dry oxide; the precipitation is almost complete even with 
a smaller quantity of the hydrate. (Bunsen.) ‘To precipitate 1 part of — 
arsenious acid from its aqueous solution, 6°67 parts of dry ferric oxide in 
the hydrated state are not quite sufficient; and 10 pts. are more than 
sufficient. (Guibourt.) : 

The precipitate obtained by the first method is bulky, yellowish- 
brown, resembles hydrated ferric oxide in appearance, and dries up to a 
pitch-black mass, which has a conchoidal, waxy fracture, and yields an 
ochre-yellow powder. (Bunsen.)—When heated in a glass tube, it gives 
off water and arsenious acid, but a portion of acid always remains 
behind in combination with the oxide. (Bunsen.) The salt obtained by 
method (2) leaves, when ignited, 67 per cent. of ferric oxide still con- 
taining arsenic. (Guibourt.) The residual ferric oxide is free from 
arsenic. (Simon, Pogg. 40, 442.)—The stronger acids dissolve the salt, 
with separation of arsenious acid. Acetic acid has no action on the salt, 
even when recently precipitated. (Bunsen; wd.. Bunsen and Berthold: 
das Hisenoxydhydrat u. s. w. Gott. 1884.) 
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b. Sesqui-arsenite ?—When green vitriol oxidized by aqua-regia and 
then neutralized with ammonia, is mixed with a saturated solution of 
arsenious acid in hot soda-ley, freed from the excess of arsenious acid by 
cooling, there is produced, after 12 hours, an abundant yellow precipitate, 
which increases, if the supernatant liquid, as it becomes acid, is again 
neutralized with ammonia till it completely loses its colour.—Deep yellow 
while moist, but after drying it becomes ruby-red, transparent, hard, and 
yields a yellow powder. The salt, after being dried in the air, loses 11°6 
per cent. of water at 100°. A hundred parts of the salt dried at 100°, 

_ give off at a red heat the greater part of the arsenious acid, together 
with a small quantity of water, and leave 38°82 parts of ferric oxide, 
still containing arsenious acid; by longer ignition, this quantity is reduced 
to 34:16 parts, but even then the residue is not quite free from arsenic. 
Hence the anhydrous salt must be regarded as 2Fe?0*, 3As0%, and the 
salt dried in the air, as 2Fe?0°3AsO°+7Aq. The salt gives with 
caustic soda a deep red solution which is not rendered turbid by carbonic 
acid, and when evaporated leaves a reddish residue, perfectly soluble in - 
water. (Guibourt, J. Chim. Méd. 15, 306; also N. Br. Arch. 23, 69.) 


D. ARSENIATE OF FEerrRous Oxipr, or Ferrous ARSENIATE. — 
a. Terbasic.—Arseniate of ammonia forms a white precipitate with sul- 
phate of ferrous oxide. (Chenevix.) | 
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b. Bibasic.—The white precipitate which ferrous salts form with 
arseniate of ammonia—the composition of which, whether bibasic or 
VOL. V. | x 


: OS 


terbasic, has not yet been determined—assumes a dingy green colour on 
exposure to the air. When heated, it evolves arsenious acid and leaves 
a grey residue containing ferric oxide. It dissolves sparingly in am- 
monia, forming a liquid which turns green in the air. (Berzelius.) The 
ammoniacal solution is greenish-yellow, and does not become turbid 
on exposure to the air, even for several hours; the salt does not dis- 
_ solve in arseniate of ammonia or in other ammoniacal salts. (Wittstein.) 


c. Acid Salt.—Iron dissolves in aqueous arsenic acid. (Scheele.) . If 
the acid acts for several weeks without contact of air, [mono ?] arseniate 
of ferrous oxide is deposited in asbestus-like threads united in spherical 
masses, together with black needles of metallic arsenic. (Fischer, Pogg. 
9, 262.) 


EK. Frrroso-rerric ARSENIATE.—a. Cube-ore.—Belongs to the regu- 
lar system, Fig. 1, 4, 5, 8. Cleavage parallel to the faces of the cube. - 
Harder than calespar. Translucent, with a glassy lustre, and pistachio- 
green colour, inclining to brownish-green; powder straw-yellow.—Gives 
off water and turns red when heated; swells up slightly on the applica- 
tion of a stronger heat, little or‘ no -arsenious acid subliming, and retains 
its red colour. When fused upon charcoal, it gives off a strong odour of 
arsenic, and fuses into a metallic-grey magnetic slag, which dissolves in © 
borax or microscopic salt, emitting an arsenical odour and exhibiting the 
reaction of iron. (Berzelius.) Caustic potash extracts arsenic acid from 
it, and separates black, anhydrous ferroso-ferric oxide. Dissolyes readily 
in hydrochloric or nitric acid, but not in water. 
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, 
Berzelius (Ann. Chim. Phys. 31, 413; Jahresber. 4, 144; 5, 206) supposes 
that part of the sesquioxide of iron found in the analysis is contained in 
the cube-ore in the form of protoxide; he gives as the formula of the 
mineral : 3Fe0,AsO*°+3Fe*0*,2As0°+18Aq., which leads to the same 
composition per cent. : 


6. Skorodite.—Crystalline system the right prismatic. Right rhombic 
and rectangular prisms, accuminated with the faces of a rhombic octo- 
hedron, w : u=111° 34. Sp. gr. 3:16. Harder than calespar. Trans- 
lucent, appearing pale blue by transmitted light; has a vitreous lustre, 
and a leek-green colour inclining to brown; powder greenish-white. 
When heated, it first gives off water and assumes a greyish-white or — 
yellowish colour; then, on the application of a stronger heat, it turns 
~ black and yields a sublimate of arsenious acid. Before the blowpipe, it 
behaves like cube-ore. (Berzelius.) When heated out of contact of air, — 
it does not evolve arsenious acid, unless arsenical pyrites is mixed with 
it. (G. Rose.) Gives up arsenic acid to caustic potash; dissolves readily 
in hydrochloric acid. é‘ ae 


. caustic potash. Insoluble in ammonia. 
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Boussingault (Ann. Chim. Phys. 41, '75) estimates all the iron in Skorodite 
as sesquioxide; Berzelius reckons part of it as protoxide, according to the 
ithe adopted in the calculation just given: 2FeO,AsO® + 2(Fe?O0*, AsO°) 
+12Aq. 


F. ARSENIATE oF Ferric Oxipz, or Ferric ARSENIATE.—a. Six- 
teen-basic.—Formed by boiling 6 or ¢ with excess of caustic potash. Brown 
like hydrated ferric oxide. When heated to commencing redness, it 
exhibits a peculiarly vivid incandescence. Does not give up any acid to 
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6. Bibasic.—By oxidating bibasic ferrous arseniate with boiling nitric 


acid, and evaporating or precipitating with ammonia. Insoluble in 


ammonia. (Berzelius.) 
White Iron-cinder from the Furstenstollen, near Freiberg. Kidney- 


_ shaped, soft, knobby lumps, almost friable, and of a light yellow-grey 
colour; they have a coarse earthy fracture, and adhere somewhat strongly 


to the tongue. (Freiesleben.) This substance, when heated rather strongly, 
gives off a large quantity of water, containing a trace of sulphuric acid, 
at the same time shrinking together, and assuming a brownish-yellow | 


Colour. Continued ignition causes it to cake together into a black-brown 


slag. (Kersten, Schw. 53, 176.) 
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c. Sesqut-arseniate.—Tersulphate of ferric oxide yields a white preci- 
pitate with diarseniate of soda: 
, 2F eC + 3(2Na0, AsO*) = 2Fe?03,3As08 + 6NaCl. 
According to Pfaff, the same precipitate is produced by mono-arseniate of 


potash. When heated, it gives off its water and turns red, and at a low 
red heat exhibits a feeble glow; after cooling, it appears more yellowish 


than it originally was. (Berzelius.) 
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Dissolves in hydrochloric and in nitric acid, and separates again on 
evaporation in the form of a white powder. Aqueous ammonia dissolves 
it immediately when recently precipitated, slowly after drying ; according 
to Dobereiner (Schw. 26,271) and Wittstein (Repert. 63, 329), the solution 
is yellow; but according to Berzelius (Schw. 32, 162), it is red. The 
ammoniacal solution, if it likewise contains sulphuric acid, deposits, after 
a few days, a reddish-yellow powder soluble in water. When evaporated, 
it leaves basic arseniate of ferric oxide and ammonia in the form of a ruby- 
coloured, transparent mass, full of cracks, having the appearance of an 
extract, and no longer smelling of ammonia. This mass, when subjected 
to dry distillation, gives off a large quantity of ammonia with water, then 
water, nitrogen gas, and a sublimate of arsenious acid, and leaves greyish- 
green ferroso-ferric arseniate. It is soluble in water containing ammonia, 
but is decomposed by pure water, which dissolves arseniate of ammonia, 
together with a quantity of undecomposed basic arseniate of ferric oxide 
and ammonia, and leaves diarseniate of ferric oxide undissolved. (Berze- 
lius.) The ammoniacal solution remains clear when treated with ferro- 
cyanide of potassium, not giving a precipitate of prussian blue till an acid 
is added. (H. Rose.) The salt is insoluble in water and acetic acid, and, 


according to Wittstein, in arseniate of ammonia and other ammoniacal 
salts. 


G. ARSENIO-SULPHATE OF Ferric Ox1pE.—Pittizite, or Brown Iron- 
cinder.—Stalactitic. Sp. gr. 2°3 to 2°4. Harder than gypsum. Fracture 
conchoidal. Translucent, with a waxy lustre and brown colour; powder 
pale yellow. Gives off a large quantity of water when heated. At an 
incipient red heat, it evolves a considerable quantity of sulphurous acid, 
but yields no sublimate. When heated on charcoal, it shrinks together, 
evolving a strong arsenical fume. (Berzelius.) When gradually heated, 
it first gives of pure water, assuming a yellow colour and losing its trans- 
parency; then evolves sulphuric acid, mixed at a still later stage with 
sulphurous acid, and assumes a dark red-brown colour. At an incipient 
red-heat, it swellsup and fuses into a porous, dark. red-brown slag, which 
becomes blackish after longer ignition. When repeatedly boiled with 
water, it gives up to that liquid the whole of its sulphuric acid, free from 
ferric oxide and arsenic acid. Dissolves with facility in warm hydro- 
chloric acid, less easily in nitric acid. (Stromeyer, Untersuchung der 
Mineralkorper, 244.) Loses 20 per cent. at a low red-heat, 45 at a 
higher temperature; dissolves with equal facility in hydrochloric and in 
nitric acid. (Laugier, dnn. Chim. Phys. 80, 325.) 
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-4(Fe?0°,S0*) + 2Fe?0?,AsO 4+ 45 Aq 1—If the sulphuric acid, together with 
a certain quantity of water, can be regarded as an accidental admixture, 


the formula will be : 2Fe?0*,AsO°+12Aq. 
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H. ARsENIATE OF FERRIC OxipE anv Limn.—Ferrico-calcic Arseniate. 
—Arseniosiderite from Romanéche. Fibrous; sp. gr. 3°52; crumbles 
between the fingers. Colour brownish-yellow, becoming darker by ex- 
posure to the air. Fuses very easily before the blowpipe. Contains: 
KO 0°76—CuO 8:43—Fe?0* 41:31—Mn’*0* 1:29 —AsO* 34:25—Si0? 4°04 
—HO 8-75 (loss, 1:16). (Dufrénoy, V. Ann. Chim. Phys. '7, 382 ; also 
4 ene 28,315.) The analysis does not lead to any satisfactory 
ormula, 


I. Ferrovs SutpHarsenire.—The solution of disulpharsenite of 
sodium gives, with neutral ferrous salts, a precipitate which is black- 
brown in the fresh state, and dissolves in an excess of the sodium-salt, 
forming a brownish-yellow solution. The precipitate, when dried, is 
converted into a greyish-brown mixture of ferric oxide and ferric sulph- 
arsenite (K), and afterwards yields by distillation sulphurous acid and 
sulphide of arsenic, while sulphide of iron free from arsenic remains 

behind. (Berzelius.) 


K. Ferric SULPHARSENITE.—Ferric salts form with bibasic sulph- 
arsenite of sodium—the liquid retaining a greenish colour—an olive-green 
precipitate, which dissolves in excess of the re-agent, forming a black 
solution. After drying, it fuses readily, and solidifies in the form of a 
yellowish translucent mass, which, as before fusion, yields a greenish- 
yellow powder. At a red heat, it leaves sulphide of iron free from arsenic. 
(Berzelius. ) 


L, Ferrous SULPHARSENIATE.—Dark brown precipitate, which soon 
turns black : it is produced on mixing a ferrous salt with the aqueous 
solution of either bibasic or terbasic sulpharseniate of sodium. It dissolves 
in excess of the sodium-compound, forming a black-brown solution. When 
dried in the air, it is resolved into a yellowish-brown mixture of hydrated 
ferric oxide and ferric sulpharseniate. (Berzelius.) 


M. Ferric SULPHARSENIATE. — Both terbasic and bibasic sulph- 

_ arseniate of sodium form dingy greenish-grey precipitates with ferric salts, 
the former more slowly than the latter, and an excess of either sodium- 
salt re-dissolves the precipitate, forming a black-brown solution. The 
precipitate, which does not decompose in drying, fuses very easily, and 
_at a moderate heat gives off sulphur, and is converted into a compound 


containing tersulphide of arsenic, which is likewise easily fusible. 
(Berzelius.) 


N. PRoro-ARSENIDE OF Iron witH BisuLPHIDE or IRon.--Arsenical 
Iron, Mispickel, Giftkies. Crystalline system the right prismatic. Fig. 
61 (primary form), 44, 54, and others. w! : w=111° 18’, 2 : w= 115° 82; 

—iabove : u below=99° 86’. Cleavage parallel to a and p. (Hauy.) Sp. gr. 
613. Somewhat softer than felspar; gives a few sparks with steel, emit- 
ting an arsenical odour. Tin-white; powder blackish-grey. When heated 
in a flask, it first gives a red sublimate of sulphide of arsenic, then a black, 
and lastly a metallic-looking sublimate of arsenic, and leaves sulphide of 
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iron. Heated on charcoal before the blowpipe, it emits a strong arsenical _ 
fume, and fuses to a globule, which behaves like magnetic pyrites. 
(Berzelius.) Dissolves in strong nitric acid or aqua-regia, with separation 
of sulphur and arsenious acid. 

161 parts (1 At.) of arsenical iron, placed in a crucible with a small 
quantity of borax, and heated in the blast-furnace, lose 72°45 pts.—viz. 
1 At. sulphur and 2? At. arsenic (164 56°25=72:25).—The residue, which 
is crystalline, brittle, strongly magnetic, and of a pale greyish-yellow 
colour, consists of FeS and Fe*As. On boiling the mass with strong 
hydrochloric acid as long as sulphuretted hydrogen continues to go off, 
the Fe*As remains behind in blackish-grey metallic scales (containing 
59 p. c. iron and 41 arsenic). These grains, when boiled for a longer 
time, give up half their iron to the acid, with evolution of hydrogen gas, 
and the residue consists of Fe’S (41:9 p. c. iron and 58:1 arsenic), on 
which the hydrochloric acid has no further effect. 4 At. arsenical iron 
contain 8Fe, 4As, 8S; 2AsS? and 1As are evolved, and there remains 4Fe§, 
together with Fe*As. The mineral, when heated to whiteness in a charcoal 
crucible with six times its weight of lead, yields lead free from iron, but 
rendered somewhat brittle by the presence of arsenic and sulphur,— 
together with a dense, granular, yellowish-grey, strongly magnetic mass, 
which contains 67 p. c. iron, 25 arsenic, and 8 sulphur, and when boiled 
for some time with hydrochloric acid, leaves Fe*As in the form of a black 
powder. (Berthier, Ann. Chim. Phys. 62, 113; also J. pr. Chem. 10, 13.) 


Arsénical Iron. Chevreul.. Stromeyer. Scheerer, | Wohler. 
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IRon AND ANTIMONY. 


A. ANTIMONIDE oF Iron.—Regulus Antimonw martialis.—1. The 
two metals, when heated together, fuse into a mass with visible com- 
bustion. (Gehlen.)—2. When 177 pts. (1 At.) of grey sulphide of anti- 
mony are fused with more than 81 pts. (3 At.) of iron, antimonide of iron 
is obtained, besides sulphide of iron. Hard, brittle, slightly magnetic 
alloy, having a density below the mean given by calculation. The alloy 
of 1 pt. iron and 2 pts. antimony gives sparks when filed. 


B. Ferrous ANTIMONIATE.—Formed by double decomposition. — 
White powder, which becomes yellowish-grey by drying, and, at a red 
heat, gives off water and turns red. It is slightly soluble in water,.— 
Similar characters are exhibited by the antimonite. (Berzelius.) 


C. Ferric AntimontatTe.—Light yellow. (Berzelius.) 


D, Ferrous SULPHANTIMONITE.—Protosulphide of iron may be fused 

in all proportions with tersulphide of antimony: (Berthier.) 
The three following minerals are provisionally included under the 
name Berthierite or Haidingerite; if, however, satisfactory evidence of 
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_ their diversity should be obtained, the two names just mentioned must be 


assigned to two of them, and a third name be found for the remaining 
one. 

a. 3FeS, 2SbS*.—Ill-defined prisms, differing in form from those of 
native sulphide of antimony. (Berthier.) © | 


Berthier. 
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6. FeS, SbS*.—Crystalline or composed of fine, parallel fibres; steel- 
grey inclining to bronze. (Berthier.) Needle-shaped, radiating or massive; 
sp. gr. 4°079; resembles native sulphide of antimony. (Breithaupt.) 
When heated in a closed glass tube, it decrepitates slightly, and yields a 
small sublimate of sulphur. When roasted in the air, it gives off sulphu- 
rous acid and fumes of antimony, and leaves a porous, infusible mass. 
On charcoal it fuses readily, becomes covered with antimonic oxide (and 
often with zinc-oxide, distinguishable by the green colour which the coat- 
ing acquires when moistened with nitrate of cobalt and strongly ignited), 
and leaves an infusible, magnetic residue, which exhibits with fluxes the 
reactions of iron. (Plattner, J. pr. Chem. 4, 279.) With hydrochloric 
acid, even in the cold, it gives off sulphuretted hydrogen, and dissolves 
completely,.with the exception of any quartz and iron-pyrites that may be 
present, and without separation of sulphur. (Berthier, Ann. Chim. Phys. 
35, 351; also Pogg. 11, 478.) ; 
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3F eS, 4SbS*. — Fibrous, with granular transverse fracture, almost 
destitute of lustre; greyish-blue. (Berthier, Pogg. 29, 458.) _ 


Berthier. 
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E. Ferrovs SutPHANTIMONIATE.—Green vitriol forms, with excess 
of sulphantimoniate of sodium (Schlippe’s salt), a black, easily decom- 
posible precipitate which soon turns grey on the filter, and rusty yellow 
after being kept for some time. 

Ferric salts, under the same circumstances, likewise yield a blac . 
precipitate, probably Fe?S*,Sb8°; if, however, the ferric salt is in excess, 
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a greenish yellow-brown precipitate is obtained, free from iron and con- 
sisting of a mixture of sulphur and pentasulphide of antimony, containing 
altogether 50 per cent. of sulphur; the filtrate contains a ferrous salt. 


- 3Na&, SbS* + 3(Fe203, 3803) = 3(Na0, S04) + 6(FeO, S03) + SbS* + 38. 
(Rammelsberg, Pogg. 52, 234.) 


F. ANTIMONIDE oF Iron AND Potasstum.—Formed by mixing 1 pt. 
of iron-turnings with 1 pt. of pulverized antimony and 1 pt. of tartar, 
and exposing the mixture in a covered crucible to the heat of a powerful 
wind-furnace.—Brittle alloy, rich in potassium. (Serullas.) 


IRoN AND TELLURIUM. 


A. TELLURIDE oF Iron.—The compound obtained by reducing ferrous 
tellurite with hydrogen gas, dissolves in hydrochloric acid, with evolution 
of telluretted hydrogen. If the ferrous tellurite contains excess of acid, 
tellurium is immediately separated. (Berzelius.) 


B. Ferrous Tennurire.—Formed by double decomposition. Yel- 
lowish-grey flakes. (Berzelius.) 


C. Ferric TELLURITE.—Fine yellow-coloured flakes. (Berzelius.) 


D. Ferrous TELLURATE. — White precipitate, which, on exposure 
to the air, soon turns greenish-grey, and afterwards rust-coloured. 
(Berzelius.) 


HK. Ferric TELLURATE.—Pale yellow flakes, soluble in excess of the - 
ferric salt. (Berzelius.) 


F, Ferrous SULPHOTELLURITE.—Black precipitate. 


G. Ferric SULPHOTELLURITE.—Dark brown flakes, which cake to- 
gether into an easily fusible mass. This mass, when heated in a retort, 
gives off a large quantity of sulphur, and leaves a grey residue which 
exhibits the metallic lustre. (Berzelius.) 


Iron AND BISMUTH. 


A. BisMuTHIDE oF Iron.—Brittle alloy, which, even when it contains 
only a fourth part of iron, is attracted by the magnet (Henkel), and 
exhibits a decrease of density. (Gellert.)—Marx (Schw. 58, 471) did not 
succeed in forming an alloy of these two metals. 


B. BIsMUTHIDE OF IRoN AND Porass1um.—Analogous to the anti- 
monide. 


IRON AND ZINC. 


A. Autoy oF Iron anpb Zinc.—Combination takes place with diffi- 
culty.—When cuttings of zinc and iron are ignited together, part of the 
zine evaporates, according to Gehlen, while the rest penetrates the iron 
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-and makes it denser and very brittle.—-2. Iron-filings ignited with zine- 
_ oxide, but without charcoal and under a layer of pounded glass, take up 
-a tolerably large quantity of zinc. (Hollunder.) — A vessel of either 
wrought or cast-iron in which zinc is continuously melted, becomes cor- 
roded by the formation of an alloy of zine and iron. (Hollunder, Schw. 
33, 41, and 166; Berthier, Ann. Chim. Phys. 44, 119; Elsner, J. pr. Chem. 
12, 303.)—4. In the zinking of iron-plate by immersing it in melted zine, 
with frequent addition of sal-ammoniac, an alloy of zinc and iron is 
deposited at the bottom of the fused zinc, in the form of a doughy mass, 
which is taken out from time to time. (Berthier, Pogg. 52, 340.) 

The alloy « formed by (8) in cast-iron is whiter than zinc, and so 
much the more brittle and oxidable as it contains a larger quantity of 
iron. Ata very high temperature, the whole of the zinc is evolved. (Hol- 
lunder.)—It consists of warty plates, easily detached from tbe sides of 
the vessel, having a crystalline, shining fracture, very hard and brittle, 
and. less fusible than zinc; it gives off its zinc by distillation, and dis- 
solves in nitric acid, only the graphite of the cast-iron being left undis- 
solved. (Berthier.)—-It has a density of 6°7, a fine-grained fracture and 
tin-white colour. (Elsner.)--The alloy (4) has the outward appearance of 
zinc and is not magnetic, but harder and very crystalline. (Berthier.)-— 
The alloy of zine and iron formed in a wrought iron vessel in the process 
of zinking iron-plates (3,8) is so brittle, that it may be rubbed into crystal- 
line grains with the fingers; it has the colour of zinc, and is very easily 
soluble in acetic acid even when cold. (Berthier.) 
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B. Ferric OxipeE witn Zinc-ox1pE. — Pranklinite.—(Zn0;FeO), 
(Mn’O?; Fe?O*).—Isomorphous with spinelle, &c. Jig. 2 and 4. Sp. gr. 
5°09. Scratches apatite. Opaque, and of an iron-black colour; powder 
red-brown; magnetic, especially after ignition. Held between the pla~- 
tinum forceps in the outer blowpipe flame, it shines with a white light, 
attended with emission of sparks and the formation of minute blisters on 
the surface, which may be seen with alens. On charcoal, by continued 
blowing, it is reduced to a black slag, with formation of a zinc-deposit. 
With carbonate of soda on platinum, it exhibits the re-action of man- 
ganese. Dissolves in borax, forming a red glass which turns brown on 
cooling. In microcosmic salt, it dissolves less readily and with strong 
intumescence, forming a yellowish-grey glass which easily assumes a 
milky appearance. Dissolves with difficulty in sulphuric or nitric acid; 
easily in hydrochloric acid, with copious evolution of chlorine. (Abich, 
Pogg. 23, 824.) The hydrochloric acid solution contains sesquioxide of 
iron with only a trace of protoxide. The evolution of chlorine is remark- 
able, and, as Kobell observes, is not consistent with the results of Abich’s 
analysis; but the calculation given by Kobell (Schw. 64, 480) for remoy- 
ing this difficulty (see the following table) is unsatisfactory : for the 13°82 
per cent. of sesquioxide of manganese therein assumed could only give 
up 1°382 p. c. oxygen; but the 18°37 p. c. of protoxide of iron likewise 
assumed requires 2°099 p. c. oxygen,—so that there is not even enough 
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oxygen to convert all the protoxide into sesquioxide, to say nothing of 
the quantity which would be required to liberate chlorine from the_ 
hydrochloric acid.—Might not another formula be assigned to Franklinite 


_—perhaps (ZnO; FeO),2(Mn°0O°; Fe?0*)? 


Franklinite. Abich. Berthier. Kobell. 
Calculation. 
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C. CarsipE or Iron anp Z1nc.—Formed by adding zine to melted 
steel by small portions at a time, because larger quantities would produce 
explosion. The addition of 4, part of zinc renders steel brittle. When 


the steel is forged, part of the zinc burns away. (Bréant.) 


D. SutpHate or Ferrous OxIpDE AND ZINc-ox1DE,—A mixture of 
ferrous sulphate and zinc-sulphate takes the crystalline shape of the for- 
mer, if the quantity of that substance amounts to at least 15 per cent. of 
the whole; but if the quantity of ferrous sulphate be smaller, the mixed 
salt takes the form of zinc-sulphate. 


E. SutpuHatEe oF Ferrous OxIpE, ZINc-oxIDE, AND AMMONIA.— 
The mixed solution of ferroso-ammonic sulphate and zinco-ammonic sul- 
phate yields pale green crystals which have the form of magnesio- 
ammonic sulphate, and assume a yellowish colour on exposure to the air. 
(Bette, Ann. Pharm. 14, 286.) ! 
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Iron AND TIN. 


A. A.toy or Iron anp Trx.—When these two metals are heated to 
redness together, there is formed: a. An alloy of 22 pts. tin and 1 iron, 
somewhat harder than tin, and magnetic; and below it: 6. A compound of 
2 pts. iron and 1 pt. tin, which is white, very hard, slightly malleable, and 
difficult of fusion. (Bergman.)—7Zinned Lron-plate.—In the daily distilla- 
tion of the silvering of mirrors in a cast-iron retort for the purpose of 
regaining the mercury, an alloy of tin and iron is formed, amounting to 
between 1 and 2 per cent. of the tin obtained: when the tin is poured out of 
the retort, this alloy partly floats upon it in scales, and is partly deposited 
atthe bottom in the form of adoughy mass. It may be freed from the pure 
tin which adheres to it, either by boiling with hydrochloric acid, which 
dissolyes the latter, or by treating it with nitric acid, by which the free 
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tin is. oxidized while the alloy is not attacked. When thus purified, it 
has the form of shining square needles, of specific gravity 8°732, brittle, 
and fusing at an incipient white heat. The powder of this compound, 
when thrown into the flame of a candle, burns with emission of sparks 
and a white smoke. It does not rust in the air, when moistened with 
water. It is not attacked by nitric acid at any temperature or any 
degree of concentration; it dissolves slowly in boiling hydrochloric acid; 
but rapidly and completely, and with violent action, in aqua-regia. 
(Lassaigne, J. Chim. Méd. 6, 609.) 
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B. CarBipE oF Tin anp Iron.—Tin impairs the quality of steel. 
(Faraday & Stodart.) 


IRoN AND -LEAD. 


Attoy.—The two metals unite with difficulty when fused together, 
forming two alloys, arranged one above the other, the lower containing 
but very little iron, and the upper but a very small quantity of lead. 
(Morveau.)—By reducing a slag containing lead and iron in a crucible 
lined with charcoal, Biewend (J. pr. Chem. 23, 252) obtained a well-fused 
alloy, which was hard, almost perfectly brittle, lustrous, and magnetic: 
it had a light steel-grey colour, a fine-grained laminar fracture, and 
contained 96°76 per cent. of iron and 3°24 of lead. 


OTHER CoMPOUNDS OF IRON. 


With Cobalt, Nickel, Copper, Mercury, Silver, Gold, Platinum, 
Palladium, Rhodium, and Osmium. 
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COBALT. 


G. Brandt, Act. Upsal, 1735, 38. 

Tassaert, Scher. J. 8, 555, and 562. 

Bucholz, Scher. J. 10, 10. 

Thénard, Scher. J. 10, 422, 

Proust, Journ: Phys. 63, 421; also WV. Gehl. 3 ‘410. 

Laugier, Ann. Chim. Phys. 9, 267; also WV. Tp. 3, 2, 93. 

Berzelius, Pogg. 1, 26, and 198; 7, 27, 146; 276, and 287... 
Winkelblech, “Ann, Pharm. 13, 148, and 253; also «J. pr. Chae 6, 62. 


SyNONYMES. Kobalt, Kobold, Cobaltum. 


History.—Many antique blue glass- fluxes (most of them are éclouréd 
with oxide of copper) contain oxide of cobalt. Vid. Fourier (Ann. Chim. 
Phys. 79, 878). Cobalt is likewise found in the colours of the. ancient 
Greeks. (Landerer, Repert, 73, 380.) -From the sixteenth century, ores 
of cobalt have been used for the preparation of smalt. Brandt, in 1738, 
first extracted the metal from its ores, though in an impure state. 


Sources, —Cobalt is not very abundant; it occurs in meteoric-iron; ag 
sulphate of the protoxide; as arseniate of the protoxide (Cobalt-bloom); — 
as a compound of peroxide of manganese with protoxide of cobalt (Black 
Harthy. Cobalt); as arsenide of cobalt (Zin-white cobalt or Smaltine); as 
sulpharsenide of cobalt (Cobalt-glance). Moreover, it occurs in very 
small quantities in other minerals, e.g. in Selenide of Lead, in Cerite 
(Berzelius, Jahresber. 15, 214), and in Flemish coal. (Kuhlmann, Ann. 


Pharm, 38, 45.) 


Preparation.—Principally from Tin-white cobalt and Cobalt-glance, 
and the impure arseniate obtained by roasting these ores. The roasted 
product generally also contains bismuth, tin, copper, manganese, nickel, 
and iron in the state of oxides; when prepared on the large scale, it is 
mixed with twice its weight of quartz-sand, and put into casks, and in 
that state is sent into the market under the name of Zaffra, Zafer, or 
Saftor. The Cobalt-glance and Tin-white cobalt are usually dissolved in 
nitric acid, or in dilute sulphuric or hydrochloric acid to which a little 
nitric acid has been added; the thoroughly roasted ore (which, however, is — 
more difficult to dissolve than before roasting) and Earthy cobalt do not 
require the addition of nitric acid. 


1. The roasted cobalt-ore is dissolved in nitric acid; the filtered 


solution evaporated nearly to dryness, whereupon a large quantity of — 
arsenious acid separates out; the liquid largely diluted, separated from 
the arsenious acid, and treated with sulphuretted hydrogen as long as 
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the sulphides of arsenic, copper, and bismuth (together with tin) continue — 
to be precipitated. The solution is then filtered, and heated till the 
excess of sulphuretted hydrogen is expelled and the protoxide of iron > 
converted into sesquioxide; and carbonate of soda is added in excess, | 
while the liquid is hot, to precipitate the nickel and cobalt in the form of - 
carbonates, and the iron in the form of sesquioxide. The precipitate is 
then well washed and digested with excess of aqueous oxalic acid; the 
soluble ferric oxalate separated by filtration from the oxalates of nickel 
and cobalt, which are insoluble even in excess of oxalic acid, and the 
latter salts triturated with dilute ammonia (it should be strong ammonia 
according to Stromeyer) and dissolved in excess of the ammonia, by 
agitation and gentle heating in a close vessel. The filtered solution, 
after exposure to the air for several days, deposits the oxide of nickel in 
combination with oxalic acid and a small quantity of ammonia, while 
pure oxalate-of cobalt remains in solution. (The oxalate of nickel sepa-~ 
- rated as above may be freed from the small quantity of cobalt-salt which 
falls down with it, by washing with water, re-dissolving in ammonia, 
exposing the liquid to the air, and separating the solution which contains 
the cobalt. from the nickel-precipitate, the purity of which increases at 
_ each repetition of the process.) The residue obtained by evaporating 
- the ammoniacal solution of the oxalate, yields sesquioxide of cobalt when 
‘ignited in the air, and metallic cobalt if ignited out of contact of air. 
* (Laugier.) The liquid, after precipitation by sulphuretted hydrogen, 
may also, after sufficient boiling, be diluted with a large quantity of. 
water and gradually mixed with carbonate of soda (Stromeyer's process), 
stirring all the while, till the precipitate is no longer red-brown, but 
permanently red*; if the proportion be rightly adjusted, the whole of the 
ferric oxide is precipitated, and the protoxides-of nickel and cobalt remain 
in the solution, from which they may be precipitated by boiling with 
excess of carbonate of soda, and treated with oxalic acid, according to 
Laugier’s method. 

2. Unroasted cobalt-ore is dissolved in nitric acid; the solution 
evaporated to dryness; the residue dissolved in water; carbonate of soda ~ 
added with constant agitation to the diluted filtrate, till the cobalt begins 
to fall down together with the other metals (this will be indicated by the 
red colour of the precipitate); the liquid filtered from the arseniate of 
ferric oxide; and a hot saturated solution of acid oxalate of potash added 
to it. The whole of the cobalt is thereby precipitated in’ a few hours, in 
the form of oxalate, while all the iron and arsenic, and the greater part 
of the nickel, remain in solution. Should the precipitate likewise. contain 
arseniate of cobalt-oxide, the latter may be removed by dilute nitric acid, 
in which the acid oxalate is not soluble. The oxalate may be freed from 

nickel by Laugier’s process (1); since, however, the quantity of nickel is 
but small, it may likewise be extracted by digesting the precipitate in a 
small quantity of hot aqueous ammonia which dissolves the nickel-oxalate 
in preference to the cobalt-oxalate, and forms a blue solution. (Quesne- 
ville, J. Pharm. 15, 291, and 441.) The filtrate, after being mixed with — 
the acid oxalate of potash, should be boiled in order that the cobalt- 


q * A modification of this method, which consists in mixing the cobalt solution 
with gelatinous hydrate of cobalt oxide, or partially precipitating it with carbonate of 
potash or scda, and then boiling for some time—whereby the iron is completely precipi- 

. tated, and the cobalt takes its place in the solution—is recommended by Louyet (Insti. 

_ 1849, 206).—The same method has long been used for the separation of manganese 
_ from iron. 
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oxalate may settle down more quickly; the precipitate is contaminated 
with a small quantity of cupric oxalate, which, after ignition and solution 
in hydrochloric acid, may be removed by sulphuretted hydrogen. (Hess, 
Pogg. 26, 542.) . 

_ 8. The nitric acid solution of the roasted ore, after being filtered and 
_ diluted with a proper quantity of water, is saturated with hydrosulphuric 
acid—filtered again—boiled—precipitated by carbonate of potash—. 
filtered from sesquioxide of iron, and diluted with water; a small quantity 
of sal-ammoniac is now added, then potash, and the liquid is boiled till a 
filtered sample no longer gives a precipitate with potash. The red 
cobalt-solution is then filtered off, and yields sesquioxide of cobalt on 
evaporation. (Wittstein, Repert. 57, 226.) 

4. To avoid the tedious passing of sulphuretted hydrogen through the 
liquid, the arsenic acid may be precipitated by first mixing the dilute 
solution with a ferric salt, and then adding carbonate of potash in small 
successive portions and with constant agitation, as long as the precipitate 
continues to exhibit a white or brownish colour (arseniate of ferric oxide); 
till, in short, a filtered sample of the liquid gives a reddish precipitate 
with a small quantity of carbonate of potash. If the quantity of ferric 
oxide be sufficient, and the proportion of carbonate of potash rightly 
adjusted, the whole of the arsenic acid and ferric oxide may be precipi- 
tated. If the copper and bismuth be then removed by sulphuretted 
hydrogen, it only remains to separate\the nickel from the cobalt. (Ber- 
thier. 

‘ Finely pounded cobalt-ore is carefully roasted, and 1 pt. of it 
added in successive small portions to 3 pts. of bisulphate of potash 
heated to the melting point in an earthen or cast-iron crucible. The 
mass, which is thereby rendered pasty, is then more strongly heated till 
it fuses quietly and no longer gives off fumes of sulphuric acid, as it is 
necessary to drive away the excess of that acid. The mass, while yet 
liquid, is then taken out of the crucible with an iron spoon—-broken to 
pieces after cooling—dissolved in boiling water, and filtered from the 
arseniates of ferric oxide and cobalt-oxide, which are not soluble in a 
neutral liquid. Sulphuretted hydrogen is then passed through the filtrate 
to throw down any antimony, bismuth, or copper that may be present— 
the liquid again filtered, and pure carbonate of cobalt-oxide precipitated 
by carbonate of potash. To prevent the formation of arseniate of cobalt- 
oxide, the roasted cobalt-ore, before fusion with sulphate of potash, may 
be mixed with a small quantity of green vitriol, so that the arsenic acid 
_ may combine with the oxide of iron contained in that salt in preference 
to the oxide of cobalt. No nickel is taken up by the liquid, because the 
nickel-sulphate -is decomposed at a red heat [not so, however, the 
sulphate of nickel-oxide and potash, unless the heat applied is very 
strong]. The solution retains but a trace of iron at the utmost. (Liebig, 
Pogg. 18, 164.) . 

6. One part of pulverized Tin-white cobalt or Cobalt-glance is fused 
in a covered earthen crucible with 3 pts. of carbonate of potash and 
3 pts. of sulphur, at so gentle a heat that the sulphide of cobalt does not 
fuse, but remains in the form of a crystalline powder (if it fuses it 
becomes more difficult to wash). It is then freed from sulpharseniate of 
potassium by repeated exhaustion with water and decantation; again © 
treated with carbonate of potash and sulphur, and then with water to 
remove the rest of the arsenic; afterwards dissolved in nitric acid or in 
dilute sulphuric acid mixed with nitric; and the solution precipitated 
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with carbonate of soda. (Wéhler, Pogg. 6, 227.) According to Hermb- 
stadt (Schw. 31, 105), the greater part of the arsenic may likewise be 
removed by deflagrating the cobalt-glance with 3 pts. of nitre, and 
exhausting the fused mass with hot water. The remainder is then to be 
dissolved in hot nitric acid, whereupon, a small quantity of ferric oxide 
remains undissolved—the copper precipitated by iron—the liquid super- 
saturated with carbonate of ammonia—filtered from the iron precipitate— 
concentrated by evaporation, during which process a considerable quan- 
tity of iron is precipitated—then again filtered, and evaporated to perfect 
dryness, and the residue ignited. 

7. To obtain cobalt from the black earthy cobalt-ore, the mineral is 
dissolved in hydrochloric acid; the arsenic, antimony, lead, and copper 
precipitated by sulphuretted hydrogen; the filtrate boiled with nitric acid 
to promote the further oxidation of the iron; the iron precipitated by 
boiling with acetate of soda; and the cobalt separated from the filtrate by 
sulphuretted hydrogen, which leaves the acetate of mauganous oxide 
undecomposed. The precipitate is perfectly free from nickel, but contains 
a trace of zinc. The liquid, freed from arsenic and copper by sulphuretted 
hydrogen, may likewise be precipitated by sulphide of potassium or 
sulphide of barium, and the washed precipitate treated with cold, dilute 
hydrochloric acid, which dissolves the sulphides of manganese, zinc, and 
iron, and leaves all the sulphide of cobalt undissolved. (Wackenroder, 
NV. Br. Arch. 16, 133.) | 


Special modes of separation from particular metals: — 


a. From Nickel.—1. By oxalic acid and ammonia according to 
Laugier’s method 1. (p. 817.)—2. The solution of the two oxides in 
excess of acid is supersaturated with ammonia, diluted with a large 
quantity of water, and mixed with caustic potash, which precipitates the 
oxide cf nickel; on evaporating the filtrate, the cobalt separates in the 
form of sesquioxide. (Phillips.)—If the water has not been suttficiently 
freed from air by boiling, or if the liquid, after the addition of potash, is 
not kept in a closed vessel, sesquioxide of cobalt is precipitated together 
with the oxide of nickel. (Berzelius.)—3. The nitric or hydrochloric acid 
solution of the two oxides is mixed with a quantity of metaphosphoric 
acid sufficient to saturate them, and ammonia added till the precipitate at 
first produced is re-dissolved, after which the mixture is exposed to the 
air for a considerable time. (Persoz, Ann. Chim. Phys. 56, 333; also 
Pogg. 83, 346.)—4. Since cyanide of nickel and potassium is decomposed 
by acids, and cyanide of cobalt and potassium is not, the separation may _ 
be effected by adding cyanide of potassium to the acidulated solution of the 
two metals, till the precipitate re-dissolves, heating gently to induce the 
formation of sesquicyanide of cobalt and potassium, mixing the liquid, 
after cooling, with dilute sulphuric acid, and filtering. The filtrate 
contains pure cobalt in the form of cyanide of cobalt and potassium: it is 
mixed with nitre, evaporated and ignited, and the residue exhausted with 
water, which leaves the cobalt in the form of sesquioxide. The precipi- 
tate on the filter consists of sesquicyanide of cobalt and nickel; it may be 
decomposed by caustic potash or carbonate of potash into soluble cyanide 
of cobalt and potassium, and insoluble hydrate or carbonate of nickel- 
oxide. (Liebig, Ann. Pharm. 41, 291.)—5. The oxides of the two metals 
are made to combine with sulphuric acid and potash, and the solution left 
to crystallize, whereupon the less soluble sulphate of nickel-oxide and 
potash separates out first, and the sulphate of cobalt-oxide and potash 
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remains in solution. (Proust.) Repeated crystallization is, however, 
often necessary to separate the whole of the nickel-salt from the cobalt- 
salt (the purification is complete when the mother liquid of the nickel- 
salt exhibits a pure green colour), and to free the whole of the cobalt 
solution from admixture of nickel-salt. 

q. Liebig’s mode of separation by cyanide of potassium and hydro- 
chloric or sulphuric acid has since been found, both by himself and others, 
not to give perfectly satisfactory results. Thus, T. H. Henry (Chem. Gaz. 
1847, 170) finds that a solution of cyanide of cobalt and potassium boiled 
for some time with hydrochloric acid, or evaporated nearly to dryness 
with sulphuric acid, gives off hydrocyanic acid, and is decomposed in 
such a manner, that alkalis afterwards produce in it a precipitate of 
sesquioxide of cobalt: hence the nickel-salt obtained by. method (4) 
always contains cobalt. The following method, likewise devised by 
Liebig, is free from this objection, and gives perfectly satisfactory results. 
—6. The oxides of the two metals are treated with hydrocyanic acid, 
then with potash, and the liquid warmed till the whole is dissolved; 
(pure cyanide of potassium free from cyanate of potash may likewise be 
used). The reddish-yellow solution is heated to the boiling point to 
expel the free hydrocyanic acid, whereupon the protocyanide of cobalt 
and potassium (CoCy,KCy) is converted into the corresponding. sesqui- 
compound (Co*Cy®,3K), and the nickel remains in the solution in the 
form of cyanide of nickel and potassium. Pure -protoxide of mercury, 
reduced to a very fine powder by levigation, is then added to the solution 
while yet warm, whereby the whole of the nickel is precipitated, partly 
as oxide, partly as cyanide, the mercury taking its place in the solution. 
If the liquid was neutral before the addition of the mercuric oxide, it 
becomes alkaline when boiled with that substance. The precipitate 
contains the whole of the nickel with excess of mercuric oxide: after 
washing and ignition, it yields pure oxide of nickel free from cobalt. 
The filtered liquid contains all the cobalt in the form of sesquicyanide of 
cobalt and potassium. It is supersaturated with acetic acid, and preci- 
pitated at a boiling heat with blue vitriol, and the precipitate, which 
consists of cyanide of cobalt and copper (Co*Cy®,3Cu,7HO), kept at that 
temperature in the liquid, till it has lost its glutinous character. It is 
then washed, dried, and ignited; dissolved in hydrochloric acid, to which 
a small quantity of nitric acid is added; the copper precipitated by sul- 
phuretted hydrogen; and the liquid—after boiling for a minute to expel 
the sulphuretted hydrogen—mixed with boiling caustic potash to preci- 
pitate the cobalt.. The precipitate, well washed to free it from potash, 
and afterwards dried and ignited, yields pure sesquioxide of cobalt.* 
(Liebig, dnn. Pharm. 65, 244; L, and K. Jahresber. I., 971.) . 

7. A solution of protochloride of cobalt mixed with free hydrochloric 
acid, is completely converted into sesquichloride by the action of chlorine 
gas, whereas the chloride of nickel remains unaltered when treated with. 
that agent. The solution of the mixed chlorides containing a consider- 
able quantity of free hydrochloric acid is largely diluted with water, and 


* In applying this method to quantitative analysis, the cobalt may either be deter-. 
mined directly by separating the oxide in the manner just described, and then reducing 
it by hydrogen ;—or the precipitate of cyanide of cobalt and copper may be digested in 
caustic potash, which will dissolve the cobalt, and leave the copper in the form of cupric 
oxide, and from the quantity of the latter, that of the cobalt may be calculated. A still 
greater simplification may be made by weighing the mixed oxides (or the mixed metals 
reduced by hydrogen) before applying the process of separation, and then merely deter- 
mining the quantity of the nickel. 
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chlorine gas passed through it, till the liquid is completely saturated and 
the upper part of the vessel filled with the gas. Carbonate of baryta is then 
added in excess; the whole left to stand in the cold for 12 or 18 hours 
_ and frequently agitated; and the precipitated sesquioxide of cobalt, 
together with the excess of carbonate of baryta, collected on a filter. 
The precipitate, after washing with cold water, is dissolved in hot hydro- 
chloric acid; the baryta removed by sulphuric acid; and the cobalt preci- 
_ pitated, in the form of protoxide, by caustic potash. The liquid filtered 
from the sesquioxide of cobalt and carbonate of baryta contains nothing 
but baryta and nickel; the baryta may be precipitated by sulphuric 
acid, and then the nickel by caustic potash. (H. Rose, Pogg. 71, 545; 
Ann. Pharm. 64, 411.) T 
b. From Manganese.—1. The acid solution supersaturated with am- 
monia, deposits the greater part, but not the whole, of the manganese, in 
the form of black oxide.—2. The protoxides of the two metals are preci- 
pitated by boiling with carbonate of soda, the precipitate washed, and 
then heated with solution of potash and hydrocyanic acid. Part of the 
manganese remains undissolved: the solution contains cobalt in the form 
of cyanide of cobalt and potassium, together with cyanide of manganese 
and potassium. The latter is decomposed, with separation of manganic 
oxide, by repeatedly evaporating the solution to dryness and re-dissolv- 
ing in water; the former remains unaltered, and may be removed by 
filtration. (Gmelin.)—The solution of the mixed oxides is treated as in 
the fourth method (Liebig’s) of separating cobalt from nickel; on super- 
saturating with cyanide of potassium, the greater part of the manganese 
remains undissolved in the form of cyanide; the filtrate is decomposed, as. 
already described, by dilute sulphuric acid. (Liebig.)—4. The acid solu- 
tion of the two metals is mixed with a quantity of acetate of soda sufli- 
cient to convert the whole of the cobalt and manganese into acetates; 
the cobalt precipitated by sulphuretted hydrogen; and the sulphide of 
cobalt washed with sulphuretted hydrogen water to prevent the cobalt 
from oxidizing and re-dissolving. The whole of the manganese remains 
in solution; if, however, the acetic acid is in very great excess, the filtrate 
may still contain a small quantity of cobalt; if so, the excess of acid 
must be expelled by evaporation, and the remainder of the cobalt preci- 
pitated by again treating the liquid with sulphuretted hydrogen.—Or 
the’ solution of the two metals, not containing too great an excess of 
acid, may be precipitated by sulphide of ammonium, and acetic acid (or 
hydrochloric: H. Rose) added in excess; the sulphide of manganese will 
then dissolve, and, after a few minutes, the sulphide of cobalt may be 
thrown on a filter. Should the filtrate yield with sulphide of ammonium 
a black instead of a flesh-coloured precipitate, the process of separation 
must be repeated. (Wackenroder, WV. Br. Arch. 16, 130.) — 1 5. The 
oxides of the two metals are precipitated from the mixed solution by 
caustic potash, then washed and dried, and afterwards heated to low red~ 
ness in a tube through which a stream of sulphuretted hydrogen is passed, 
the flow of gas being continued till the tube is cold. The oxides are 
thereby converted into sulphides, which are then digested for some hours 
in cold water acidulated with hydrochloric acid; the manganese dissolves 
and the sulphide of cobalt is left behind. The same method may be 
applied to separate nickel from manganese. (Ebelmen, 1’. dnn. Chim. 
Phys. 25, 92.) T teas: 
_ The reduction of the protoxide or sesquioxide is effected: 1. Ina 
crucible lined with charcoal—more easily indeed than that of the refrac- 
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tory, brittle metals, or of iron (the oxide should be covered with a glass-. 
flux,—consisting of alumina and lime: Berthier, Ann. Chim. Phys. 25,68.) 
—2. According to Clarke, in the flame of his oxy-hydrogen blowpipe.— 
3. By passing hydrogen gas over the oxide at a red heat.—4. By heating 
the oxalate to whiteness in a crucible, under a covering of glass, not 
containing any heavy metal. (Berzelius.\—By heating the oxalate of 


Oe 


cobalt-oxide and ammonia in a closed crucible in a flame urged by the — 


bellows. (Brunner, Kastn. Arch. 14, 176.) 


Properties. Specific gravity 7‘7 (Bergman), 8°5131 (Berzelius), 
8485 (Brunner), 8'5385 (Tassaert and Hauy), 8°7 (Lampadius). — 
| Rammelsberg, in five experiments with cobalt reduced by hydrogen, 
found the specific gravity to vary from 8°182 to 9°495; mean 8°957. 4] 
—-Tolerably hard; the metal obtained by (2) is somewhat malleable 
(Clarke); as malleable as cast-iron, and has a fibrous fracture (Berthier); 
may be flattened to a certain extent under the hammer, then flies to 
pieces and exhibits a granular fracture (Brunner). When it contains 
charcoal, arsenic, manganese, &c., it is brittle, and has either a fine- 
grained, or a somewhat laminar texture. Reddish grey, with faint 
metallic lustre.—When obtained by (8) it forms a grey powder.—Fuses 
more easily than iron, less easily than gold.—It is magnetic. According 
to Wollaston (Schw. 42, 237), the magnetism of cobalt is to that of iron 
as 5 or 6 to 8 or 9; according to Lampadius (Schw. 10, 174), that of 
cobalt not perfectly pure is to that of iron as 25:55. According to 
Faraday (Pogg. 47, 219), pure cobalt is not at all magnetic, not even at 
a degree of cold about as low as—80°.C. 


Compounds of Cobalt. 
CoBALT AND OXYGEN. 
A. CoBaut-ox1pE or Copattous OxipE, CoO. 
Protoxide of Cobalt, Kobaltowydul, formerly Kobaltonyd.—Formation. 
—-1. Cobalt in the coherent state does not oxidize in the air at ordinary 


temperatures; at a red heat, it is slowly converted into protoxide and 
afterwards into cobaltoso-cobaltic oxide; when intensely heated, it burns 


with a red light. - According to Magnus and W. Henry, cobalt reduced | 


at a gentle heat by (8) burns in the air at ordinary temperatures; and, 
according to Hess, that which has been reduced at a red heat gradually 
absorbs oxygen from the air. The product of these combustions is some- 
times the protoxide, sometimes the sesquioxide of cobalt.—2. Red-hot 
cobalt decomposes vapour of water, hydrogen gas being evolved and 
protoxide of cobalt formed. (Despretz; Regnault, Ann. Chim. Phys. 
62, 351.) Cobalt decomposes water when mixed with hydrochloric or 
sulphuric acid; it decomposes oil: of vitriol with evolution of sulphurous 
acid gas, and easily decomposes nitric acid with evolution of nitrous gas, 


In all these reactions, the product is protoxide of cobalt united with the 


acid. ee 
Preparation.—1. By igniting the pulverulent metal obtained by (8) 


in an open platinum crucible. (Winkelblech.)--2. By passing hydrogen’ 


gas over the hydrated oxide heated to a temperature not exceeding 350° 


The hydrate may be heated in a glass globe placed in the mercury-bath; — 


_, 
‘ial wo A 
» ae 


- 


k 


COBALT-SALTS. 323 


at a higher temperature, reduction would take place. (Winkelblech.)— 
3. By gently heating the hydrate or carbonate out of contact. of -air: 
e.g. in a tube -completely filled with it and drawn out to a point, 
(Winkelblech.)—The oxide must be preserved in a sealed tube, as it 


gradually turns brown when exposed to the air. (Winkelblech.) 


_ When half a gramme of sesquioxide of cobalt, and 2 or 2 grammes of 
hydrate of potash, are placed together in a silver crucible and heated for 
some minutes to commencing redness, and the mass, after cooling, digested 
in water, the protoxide remains in the form of square tables. (Becquerel, 
Ann. Chim. Phys. 51, 105.)—It generally takes the form of a light 
greenish-grey (Proust), or olive-green (Winkelblech), non-magnetic 
powder. 


Calculation, according to Rothoff. Berthier,. Proust. 
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Decompositions.—Reduced to the metallic state at high temperatures 
by hydrogen, charcoal, carbonic oxide, potassium, and sodium. At the 
temperature at which cobalt-oxide is reduced by hydrogen, the metallic 
cobalt likewise decomposes the excess of aqueous vapour. (Despretz.) A 
mixture of carbonic oxide and carbonic acid gases in equal volumes, like- 
wise reduces cobalt completely from the protoxide, and has therefore no 
action on metallic cobalt. (Laurent.)—Heated with carbonate of soda on 
éeharcoal in the inner blowpipe-flame, protoxide of cobalt is easily reduced 
to the metallic state; and, on washing away the soda and charcoal, the 
feduced metal is left in the form of a grey magnetic powder. (Berzelius.) 
+—Protoxide of cobalt, heated with sulphur, is converted into sulphide of 
éobalt and sulphurous acid; heated with sulphuretted hydrogen, it yields 
water and sulphide of cobalt. bog hae 


Combinations. —a. With Water.— Hypratep CoBaLt-oxIDE or 
CoBALT-HYDRATE.—Formed by decomposing a cobalt-salt with strong 
caustic potash, out of contact of air. The blue colour of the precipitate 
changes first to violet, and then to rose-colour, the change being greatly 
accelerated by boiling. (Proust.)—On throwing a crystal of cobalt-sul- 
phate or nitrate into a bottle filled with caustic potash, and then closing 
the bottle, a blue precipitate is formed, which soon turns violet, and 
afterwards rose-red. If the cobalt-solution be dropped into the boiling 

otash-ley, the change of colour is almost too rapid to be traced. On boil- 
ing the hydrated carbonate with potash-ley, the protoxide is first produced 
in the form of a bulky, blue mass, which afterwards assumes a violet 
colour, and is ultimately converted into the rose-coloured hydrate. 
et) The potash-ley and the cobalt-solution should both be freed 
rom air by boiling before they are mixed. (Winkelblech.) According to 
Winkelblech, the precipitate may be washed and dried in the air without 
change of colour, excepting that a brown tinge comes over it during 
drying; according to Proust, however, it becomes brownish if exposed to 
the air in the moist state, and is finally converted into the brown hydrated 

sesquioxide. 
- Rose-coloured powder (Winkelblech); brownish rose-coloured (Proust). 
+-Gives off its water when heated above 100°. 
‘ 7 ¥ 2 
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. | ‘Winkelblech. Proust. 
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6. With Acids, forming the Satts or CoBALT-oxIpE or CoBALT- 
SALTS*.—These salts are obtained by dissolving the metal in the stronger 
acids; by treating the protoxide or carbonate with acids; by double 
decomposition, &c. The hydrated oxide and carbonate likewise dissolve 
in sulphate, hydrochlorate, nitrate, and succinate of ammonia (Brett, 
Wittstein) with evolution of ammonia on boiling. (Demarcay.) The 
insoluble cobalt-salts are peach-blossom coloured or violet; the soluble 
salts, carmine-coloured. Those which contain a volatile acid part with it 
when ignited; the sulphate, however, is but partially decomposed. With 
carbonate of soda, borax, and microcosmic salt before the blowpipe, 
cobalt-salts exhibit the same phenomena as the oxide itself. Zine and 
cadmium are the only metals which precipitate cobalt from its solutions 
in the metallic state-—These metals do not precipitate cobalt completely 
from its solution in hydrochloric acid, even when the action is continued 


for a long time; and on the nitric acid solution they exert no action what- 


ever. (N. Fischer, Pogg. 9, 266.) 

Sulphuretted hydrogen forms no precipitate in solutions of cobalt-oxide 
in the stronger acids, if these acids are but the least degree in excess; 
but if the stronger acids are completely saturated, the greater part of the 
cobalt is precipitated in the form of black hydrated sulphide; from a 
solution in the weaker acids, such as acetic acid, sulphuretted hydrogen 
throws down the whole or the greater part of the cobalt.—When sul- 
phate, hydrochlorate, or nitrate of cobalt-oxide, is converted into acetate 


by the addition of acetate of soda, the cobalt is completely precipitated 


by sulphuretted hydrogen, excepting that when the excess of acetic 
acid becomes very large, a small portion of cobalt remains in solution : 
this, however, may be completely precipitated by sulphuretted hydrogen 
after the excess of acid has been driven off by boiling. Sulphide of 
cobalt, when once precipitated, is but sparingly redissolved by sul- 
phuric, hydrochloric, or nitric acid,—still less by strong acetic acid 
added in excess: hence, a very small quantity of an alkaline hydro- 


sulphate added to a very acid cobalt-solution produces a permanent — 


precipitate. (Wackenroder, WV. Br. Arch. 16, 129.)—Alkaline hydro- 
sulphates completely precipitate all cobalt-salts, yielding the same brown- 
black, hydrated sulphide of cobalt, and dissolve but very little of it when 
added in excess. The precipitate is likewise insoluble in caustic alkalis. 
The brown-colouring is apparent, even in a solution diluted to 200,000 
parts. (Pfaff.)—Hydrated sulphide of manganese likewise throws down 
hydrated sulphide of cobalt from solutions of cobalt-salts. (Anthon.) 


Ammonia added in excess to w cobalt-salt, containing either a salt of — 
ammonia or a large quantity of free acid, by which the first portions of. 


ammonia are converted into an ammoniacal salt, yields a clear red 


mixture, which, on exposure to the air, turns brown from above down- | 


wards, and generally deposits brown, hydrated sesquioxide of cobalt.—If 


the cobalt-solution contains neither ammoniacal salt nor free acid, part 


* As the salts of Cobaltée oxide (Co?O*) are not of much importance, and the tere 


mination ous rather implies inferiority in point of stability, I have thought it better to © 


designate the salts of the protoxide by the simpler term, Codalt-salts, rather than by 
that of Cubaltous salts, excepting in the few cases in which they are mentioned in the 
same sentence with the salts of the sesquioxide. [W.] 
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of the oxide is immediately precipitated (as basic salt) in blue flakes, 
which remain blue for some time if kept from the air, and afterwards 
change into the red hydrate, in a few hours at ordinary temperatures, 
but more quickly if the mixture be boiled; if, on the contrary, the air 
has access to them, they quickly turn green, and then either assume a 
brown colour, or dissolve and form a brown solution.—If the cobalt- 
solution be completely freed from air by boiling, and the air be perfectly 
excluded after the ammonia has been added, the blue precipitate, which 
is a basic salt, is converted, very slowly in the cold, but more quickly 
when heated, into the red hydrate; but on the slightest access of air, it 
assumes a green colour. (Winkelblech.) For further details vid. Cobalto- 
nitrate of Ammonia (p. 342). 

Caustic potash added to cobalt-salts, out of contact of air, throws 
down blue flakes, consisting, according to Proust, of finely-divided cobalt- 
oxide, or, according to Winkelblech, of a basic salt; they are converted, 
slowly at ordinary temperatures, but quickly when heated, into the rose- 
coloured hydrate, which is also immediately formed if the liquids are 
mixed hot. It is advisable, before mixing the liquids, to expel the air 
from both of them by boiling, so as to obtain, first a pure blue, and after- 
wards a pure rose-coloured precipitates (Winkelblech.) If the air has 
_ access to the liquid, the blue flakes change colour—in consequence of the 
- formation of the hydrated oxide or of a basic salt—becoming, first olive- 
green, and afterwards partially of a dirty violet colour. In an aqueous 
solution of protochloride of cobalt mixed with a large quantity of sal- 
ammoniac, potash produces no precipitate if the air has been completely 
driven off by boiling; in the contrary case, a slight brown precipitate is 
formed. If the quantity of sal-ammoniac be smaller, potash produces a 
blue precipitate, and the liquid assumes a brown tint if any sal-ammoniac 
remains undecomposed, or a rose colour if the sal-ammoniac has been — 
decomposed by considerable quantities of potash. (Winkelblech.) 

Carbonate of ammonia, potash, or soda, produces in cobalt-salts a 
‘pale, peach-blossom-coloured precipitate of carbonate of cobalt-oxide; 
this precipitate is easily soluble in excess of carbonate of ammonia, yield- 
ing a solution of the same colour; it is also soluble, though very spar- 
ingly, in a large excess of strong carbonate of potash or soda. The 
precipitate turns blue when boiled with the carbonate of pota8h or soda; 


it does not disappear on passing chlorine gas through the liquid, but is _ 


converted into black, hydrated sesquioxide of cobalt. According to Fuchs 
(Schw. 62, 181) and Winkelblech, cobalt-salts are not precipitated by 
_-heating with carbonate of lime or boiling with carbonate of strontia. 
_ According to Demarcay (Ann. Pharm. 11, 240), the carbonates of 
baryta, strontia, lime, and magnesia, though they do not precipitate 
cobalt-salts in the cold, nevertheless decompose them completely at tem- 
peratures above 75°; the precipitation of cobalt-salts by carbonate of 
__ magnesia, and more quickly by pure magnesia, has likewise been observed 
by Débereiner. (Schw. 63, 432.)—Phosphate of soda yields a blue preci- 
pitate of phosphate of cobalt-oxide.—Sulphite of potash (but not sul- 
phite of ammonia) boiled with a cobalt-solution, throws down part of the 
oxide in the form of basic sulphite. (Berthier.)—Solution of silica gives 
a blue precipitate with cobalt-salts, and colours them blue, even when so 
- far diluted that potash has no effect on them. (Fuchs.)—The hydrated 
 protoxides of tin and lead, and protoxide of mercury, completely preci- 
pitate protochloride of cobalt at a boiling heat. (Demargay.) 
Oxalic acid produces turbidity in cobalt-solutions alter a while, and 


¥ 
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gradually throws down nearly all- the cobalt in the form of pale roses 
coloured oxalate : the same precipitate is produced by alkaline oxalates 
(even in solution 1000 times diluted: Pfaff), Ferrocyanide of potassium 
produces a green, and ferricyanide of potassium, a thick brown-red preci- 
pitate insoluble in bydrochloric acid. Tincture of galls produces a light 
red-brown precipitate in the solution of the acetate, but’ not in the 
solutions of cobalt in the stronger acids, except on the addition of acetate 
of potash. 

c. With Alkalis. : 

d. With some of the Earths and Heavy Metallic Oxides. 


> 


B. CoBALTOSO-COBALTIC OXIDE, 


a. Co®O0®=6Co0, Co?0*.—The Hydrate.—Formed by precipitating 
neutral nitrate of cobalt-oxide with ammonia—exposing the liquid to the 
air till the blue precipitate turns green—then diffusing the precipitate 
in water, and exposing it to the air for a month, till it tnrns quite yellow. 
The yellow hydrate thus formed still contains a trace of nitric acid, which 
cannot be removed even by long contact with water. 

6. Co°O'=4Co0, Co?0*,—Formed by keeping the hydrated protoxide 
at a red heat in the air for a considerable time—or by first reducing it to 
the metallic state by heating it very gently in a tube through which 
hydrogen gas is passed, and then burning it again by passing air through 
the tube.—Soft, velyet-black powder. (Winkelblech.) | 


Winkelblech (mean). 
2. 
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| According to Rammelsberg (Pogg. 78, 93) the oxide formed by igniting 
the hydrate, carbonate, or oxalate of the protoxide at a moderate red 


heat is not CoO’ but Co904, The residue afforded by the hydrate con- 
tained 74°28 p. c. of cobalt; that of the carbonate, from 72°69 to 74:44; 
that of the oxalates from 73°62 to 74°33 p.c. The formula Co*O* requires 


73°46 per cent. At a higher temperature, Co°O’ is formed 1. 
c. Co®?@*=CoO, Co?O*.—Formed when the nitrate or oxalate of the 


_ protoxide is ignited in the air either gently or strongly, or when the 
hydrated sesquioxide is gently ignited (Hess); when the sesquioxide is 


heated to low redness; and when the hydrated sesquioxide is heated not 
quite to redness. (Winkelblech.)—Resembles the preceding compound. 
Forms a peculiar salt with oxalic acid. (Winkelblech.) ; 


Hess. Winkelblech (mean). 
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C. CoBpattic OxIpE. Co*0?, 


Sesquioxide of Cobalt, Kobaltoxyd: formerly Perowide of Cobalt, 
Kobalt-hyperoxyd.—1. Formed by gently igniting the nitrate of the 


_protoxide. (Proust.)—When this salt is fused, blackish-grey metallic- 


looking particles separate from it, till the whole is converted into a steel- 


-grey mass. To expel the remainder of the nitric acid from this substance, 
‘it is finely pounded and gently heated-in a porcelain crucible as long as 
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red vapours continue to go off. It is difficult to drive off the whole of 
the nitric acid; for it is very forcibly retained, and at a very high 
temperature, the sesquioxide is converted into Co*O*. (Winkelblech.)— 
2. By decomposing chloride of cobalt in the dry way with carbonate of 
soda, and washing the residue with water. (Hess, Pogg. 26, 542.)— 
According to earlier statements, the sesquioxide is produced when the 
metal or its protoxide is gently ignited in the air; according to Proust, 
the carbonate heated in a covered crucible takes fire immediately on 
opening the crucible; but according to Hess and Winkelblech, the product 
in these cases is only Co*0+. | 

Brownish-black. As obtained by (2), it forms a brown powder which 
acquires a waxy lustre by friction with a hard body. (Hess.)—At a low 
red heat, it gives off oxygen and is converted into Co®O*. (Hess, Winkel- 
blech.) According to Proust, it leaves the protoxide when very strongly 
ignited; and, according to Rothoff (Schw. 22, 329), 100 parts of sesqui- 
oxide of cobalt, heated to redness, give off from 9°5 to 9°9 parts of oxygen, 
and leave a residue of protoxide. [For the other decomposition, wid. 
Hydrated Oobaltic Oxide.) 3 


Calculation, according to Rothoff. Winkelblech (1). Proust, 
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Combinations.—a. With Water.—Hypratep Copattic Oxipr, or 
Copattic HypratE.—1, Formed by saturating water in which hydrate 
or carbonate of cobalt oxide is diffused, with chlorine gas, then washing 
and drying. (Proust, Winkelblech.) The same compound may likewise 
be formed by boiling recently precipitated cobalt-hydrate with chloride 
of lime. (Béttger )—Bromine-water likewise converts the protoxide of 
cobalt into sesquioxide and bromide of cobalt, the latter dissolving. 
(Balard.)\—2. By precipitating nitrate of cobaltous oxide with chloride of 
lime (Hess), or with chloride of soda mixed with caustic potash. If the 
potash were not added, nitrate of cobaltic oxide would remain in solution; 
this was mistaken by Dingler for cobaltate of soda,—but, when treated 
with potash, it yields a a precipitate of cobaltic oxide without any evolu- 


tion of oxygen. To remove the chlorine completely, it is necessary to 
boil the precipitate with strong caustic of potash; otherwise, it will still, 


emit an odour of chlorine when treated with acids. (Winkelblech.)— 
8. By exposing a salt of cobaltous oxide, supersaturated with ammonia, 
to the air, till it is converted into a brown liquid, and then precipitating 


by potash. (Winkelblech.)— When any cobalt-salt is exposed to the action * 


of a voltaic battery of at least 100 pair of large plates, cobaltic oxide is 
deposited on the positive pole. (Fischer, Kastn Arch, 16, 218.)—The 
liquid should be well boiled before the precipitate is collected on a filter, 
otherwise it will adhere closely to the paper. (Winkelblech.) _ 

_ Brownish-black, densely-aggregated mass, having a conchoidal frac- 
ture, and yielding a dark brown powder. 


Winkelblech. Hess. 
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‘The hydrate, in the analyses by Hess and Winkelblech, was previously 


finely pounded and dried over oil of vitriol in a receiver not exhausted 
of air; Hess kept it there for a week; according to his analyses, the 
hydrate=Co?O* + 2HO. ; Pry 

The hydrate when heated, first gives off water, then oxygen gas and 
water together, and leaves Co*04, which does not part with the remainder 
of the water till it has been kept at a red heat for some time. (Winkel- 
blech.) It dissolves in sulphurous or hyponitric acid, with formation of 
sulphate or nitrate of cobaltous oxide. Ammonia dissolves it only on the 
addition of a piece of tin: the solution is red. In hot sulphuric or nitric 


_acid it dissolves with evolution of oxygen, being converted into protoxide, 


and in hydrochloric acid with evolution of chlorine gas. (Proust.) In 
cold phosphoric, sulphuric, nitric, or hydrochloric acid, it dissolves at first 
without decomposition ; but on exposure to light, or on the application of 
heat, oxygen or chlorine gas is evolved, and a salt of cobaltous oxide 
formed.. (Winkelblech.)—Racemic, tartaric, and citric acid dissolve the 
hydrate, reducing it completely to the state of protoxide; hot aqueous 
oxalic acid forms oxalate of cobaltous oxide, and gives off carbonic acid. 
—The hydrate, if heated while yet moist with a solution of oxalate of 
ammonia, dissolves with evolution of ammonia, and forms a green solution 
of cobaltoso-cobaltic oxalate. (Winkelblech.) Aqueous ammonia exerts 
no decomposing action, even with the aid of heat. (Proust, Winkelblech.) 


b. Copattic Saurs.—Cold phosphoric, sulphuric, nitric, and hydro- 


chloric acid dissolve the hydrated sesquioxide without decomposition at 


first, but the resulting salts are afterwards converted into salts of the 
protoxide. (wd. sup.) A cobaltous salt containing a small quantity of 
cobaltic salt, has a darker colour than that which properly belongs to it. 
—The most permanent of the cobaltic salts is the acetate; the hydrated 
oxide, while yet moist, dissolves in acetic acid slowly but completely. 
The intensely brown solution forms a brown precipitate with potash, car- 
bonate of potash, or carbonate of ammonia; also with ammonia, which, 


however, does not precipitate all the cobalt. With hydrosulphuric acid 


and hydrosulphate of ammonia, it gives a black precipitate; with alka- 
line phosphates or arseniates, a brown precipitate; with ferrocyanide of 
potassium, a dark red precipitate, which, if the precipitant is in excess, 
gives up cyanogen to it, and converts it into ferricyanide of potassium, 
and is itself converted into green ferrocyanide of cobalt. Jodide of 
sodium colours the solution reddish-yellow; alkaline oxalates colour it 
yeliow after a while, in consequence of the formation of cobaltoso-cobaltic 


oxalate. (Winkelblech.) 


D. Cobaltic Acid? CoO®. 


The observations which appear to indicate the existence of this 
compound, will be. found under the head of cobalto-nitrate of ammonia. 
(P. 342.) : 3 : | 


CoBALT AND CARBON. 
CARBONATE OF COBALT-OXIDE, or COBALT-CARBONATE.—Quintobasic. — 
— Formed by precipitating a cobalt-salt, at a boiling heat, with excess of” 


monocarbonate or bicarbonate of potash.—Peach-blossomed-coloured pre- 
cipitate—The salt examined by Winkelblech was obtained with mono- 


inal 


carbonate of potash; that of Setterberg (Pogg. 19, 55), the composition of 
which was given under (1), was precipitated by bicarbonate of potash, 
the liquid being kept constantly boiling; that given under (2), by adding 
protochloride “of cobalt, in successive portions, to the boiling solution of 
bicarbonate of potash; that under (8), by precipitation at a temperature 
below the boiling point; the last-mentioned precipitate always gives up 
a smal] quantity of cobalt to warm water with which it is washed.—The 
composition corresponds with that of the zine-salt, even in the quantity 
of water. When cobalt-salts are boiled with carbonate of soda in very 
large excess, the precipitate turns blue. 


Winkelblech. Setterberg. 
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Insoluble in water; soluble in aqueous carbonate of ammonia, potash, 
or soda. | 

When cobalt-salts are precipitated in the cold by bicarbonate of 
potash, a rose-coloured, sparingly soluble precipitate 1s formed, which 
contains potash, and, by boiling with water, is converted into the salt just 


described. (Winkelblech.) 


CoBaLt AND Boron, 
Borate oF CoBALT-oxIDE, or Copatt-BoraTE.—Formed by pre- 
cipitating a cobalt-salt with borax.—Reddish-white powder, which is 
scarcely soluble in water, and fuses to a dark blue glass when heated. 


CoBALT AND PHOSPHORUS. 


A. PHosPHIDE oF CoBaLt.—a. With a very large excess of Cobalt.— 


1, Formed by throwing pieces of phosphorus on red-hot cobalt.—2. By 
igniting 1 part of cobalt with 1 part of glacial phosphoric acid, and 4, of 


charcoal powder. (Pelletier.)—38. By exposing a mixture of 70 pts. 
metallic or oxidized cobalt, 100 bone-ash, 50 pounded quartz, and 
10 charcoal, to the heat of a blast-furnace for an hour, (Berthier.)—The 
compound, when prepared by (1) or (2), has the metallic lustre and a 


_bluish-white colour; it is brittle, of acicular structure, more easily 


fusible than cobalt, contains 94 per cent. of cobalt and 6 per cent. of 
phosphorus, becomes dull on exposure to the air, and burns to a dark 


blue glass when heated. (Pelletier.)—By (8), of a shining white colour, 


very fusible, non-magnetic, and often has needle-shaped crystals in its 


cavities. (Berthier.) 
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b. Triphosphide.—1. Phosphuretted hydrogen gas converts heated 


chloride of cobalt into a grey substance, insoluble in strong hydrochloric 


acid, but easily soluble in nitric acid.—2. Triphosphate of cobalt-oxide, 
‘as obtained by precipitating the protochloride with diphosphate of soda, is 
easily decomposed by ignition in a stream of hydrogen, nothing but water 
being given off, and triphosphide of cobalt being left, in the form of a 


is 
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black powder, which does not give out a flame of phosphorus before the 
blowpipe; when gently heated in chlorine gas, it burns with vivid igni- 
tion, yielding a sublimate of chloride of phosphorus, and a residue of 
chloride of cobalt. (H. Rose, Pogg. 24, 382.) 


H. Rose (2) 
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B. HyPoPHOsPHITE OF CoBALT-OXIDE, or COBALT-HYPOPHOSPHITE.— 
Aqueous. hypophosphorous acid saturated in the cold with recently pre- 
cipitated cobalt-oxide, then filtered and evaporated in vacuo, easily 
yields red efflorescent octohedrons and cubo-octohedrons isomorphous with 
sulphate of magnesia.—The crystals ignited in a retort give off water 
and a gas, which does not take fire at ordinary temperatures, but, when 
set on fire, burns with a strong phosphorus flame; no phosphorus sub- 
limes. The black, slightly-tumefied mass does not dissolve, even in 
strong nitric or nitro-hydrochloric acid; neither will it dissolve in oil of 
vitriol, unless it be finely pulverized and boiled for a long time. 100 parts 
of it contain 44:36 cobalt-oxide, and therefore 55:64 phosphoric acid, 
together with a black phosphoric substance, which is reddened by nitric 
acid. According to these numbers, the residue should consist of 
8C00,2PO0°. It must, however, be remembered that a small quantity of 
phosphoric acid is added to the residue by the combustion of the first 
portions of phosphuretted hydrogen, as they come in contact with the air 
in the retort; and, this quantity being deducted, the residue is probabl 


5Co0,3PO*, if so, the action will be: 


5(CoO, PO) + 10HO = 5Co0,3P0* + 2PH? + 4H. 


According to this equation, 2 atoms of water are essential to the formation 
of one atom of the salt. On evaporating the crystallized salt with nitric 
acid, there remains 71°72 per cent. of ignited monophosphate of cobalt- 
oxide. (H. Rose, Pogg. 12, 87.) 


Crystallized. H. Rose. 
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C. PHOSPHITE OF CoBALT-oXIDE, or CoBALT-PHOSPHITE.—Terchloride 


of phosphorus, dissolved in water and neutralized by ammonia, gives, with 


protochloride of cobalt, a beautiful red precipitate, which, after washing 
and drying, exhibits a pale red colour. The filtrate, which still retains 


a deep red colour, deposits more of the compound after long boiling.— 
The precipitate heated in a retort, becomes first violet, then black, and 


gives off a large quantity of water, together with hydrogen gas perfectly 
free from phosphorus; at length the mass exhibits a glimmering light, 
and then the evolution of gas ceases together. (H. Rose, Pogg. 9, 40:) 


D. OrpiNARY PHOSPHATE OF CoBALT-OXIDE, or CoBALT-PHOSPHATE, 
—a. Terbasic.—Diphosphate of soda, mixed with cobalt-salts, forms violet 
flakes, which, according to their behaviour with hydrogen.-gas (vide 


‘Triphosphide of Cobalt, p. 329), should contain 3-atoms of cobalt-oxide 
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to one atom of acid. (H. Rose.) They dissolve in excess of phosphoric 
acid, forming a deep red solution; in ammonia, with first a yellowish and 
afterwards a brownish colour, and slightly in hydrochlorate or nitrate of 
ammonia, | 


i. PYRopHosPpHATE OF CoBALT-OXIDE, or COBALT-PYROPHOSPHATE.— 
The precipitate which cobalt-salts form with dipyrophosphate of soda, is 
re-dissolved by an excess of the re-agent. (Stromeyer.) : 


..% F. MrrapHosPHaTe OF CoBALT-OXIDE, or COBALT-METAPHOSPHATE, 
—Formed by adding a solution of cobalt-sulphate to an excess of dilute 
phosphoric acid, evaporating to dryness, and heating the residue in a 
platinum capsule above 216°; it then separates in the form of a beautiful 
rose-coloured powder, insoluble in water and dilute acid, but soluble in 
strong sulphuric acid. f 


Maddrell. 
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(Maddrell, Ann. Pharm. 58, 61.) 


CoBALT AND SULPHUR. 


A. PRoTOSULPHIDE oF CoBALT.—1. Formed by throwing sulphur on 
the metal heated to redness in.a retort, the combination being attended 
with fusion and combustion. (Proust.)—2. By igniting the hydrated com- 
pound in a close vessel. (Proust.)—3. By heating protoxide of cobalt 
with sulphur. (Proust.)—4. Anhydrous sulphate of cobalt-oxide, heated 
to whiteness in a crucible lined with charcoal, leaves half its own weight 
of sulphide of cobalt. (Berthier.)—By (1): grey, with metallic lustre; 
laminar; dissolves easily in acids, with evolution of sulphuretted hydrogen 
(Proust) ; according to (4): grey, with granular fracture; magnetic 
(Berthier). . 


: Proust (1). 
Gotu Baits S-Shaweli ves GAIG4. 8): aden 715 
Oe Seeding. 160 SF 16> Sh.2 28°5 
Cpse. ee ee 454 1007006 cases ~~ 100°0 a 


Hydrated Protosulphide of Cobalt, or Hydrosulphate of Cobalt-oxide.— 
Formed by precipitating acetate of cobalt-oxide with sulphuretted 
‘hydrogen, or any cobalt-salt with an alkaline hydrosulphate, or by 
bringing the hydrate or carbonate of cobalt-oxide in contact with sulphur- 
-etted hydrogen water. (Proust.) Black powder. When heated, it gives 
off a large quantity of water and sulphirous acid [?], and is converted 
‘into dry sulphide of cobalt. (Proust.) When exposed to the air in the 
moist state, it slowly oxidizes, and forms sulphate of cobalt-oxide. Dis- 
solves, with evolution of hydrogen, in mineral acids when tolerably concen- 
‘trated, very sparingly in cold dilute acids, and scarcely at all in dilute 
acetic acid. (Wackenroder.) Dissolves, while yet moist, in aqueous sul- 
phurous acid. From sulphate of cadmic oxide, acetate of lead-oxide, 
‘hydrochlorate of ferric oxide, nitrate of nickel-oxide, sulphate of cupric 
oxide, and nitrate of silver-oxide, it precipitates the metals in the form of 


“sulphides. (Anthon.).- - 
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_ B. Oxysvtvaipe or Copatt.—Formed by passing hydrogen gas over 
red-hot sulphate of cobalt-oxide. The decomposition goes on quickly, 
with formation of sulphurous acid and water, 100 pts. of the dry cobalt- 
salt yielding 53°62 parts of a dark grey powder aggregated in lumps, 
This substance contains 1 At. protoxide to 1 At. protosulphide of cobalt. 
It. burns at a red heat, forming sulphurous acid and sesquioxide 
cobalt. To cold hydrochloric acid it gives up merely the cobalt-oxide 
already contained in- it; but on the application of heat, sulphuretted 
hydrogen is likewise evolved. (Arfvedson, Pogg. 1, 64.) (Does not the 
protosulphide of cobalt, prepared by Berthier according to method (4), 
likewise belong to this head ?) | 


C. SEsQUISULPHIDE oF CoBAaLt,—Found in the form of Cobalt-pyrites. 
—Preparation.—1. By strongly igniting the protoxide or sesquioxide 
with sulphur, and exhausting the residue with water.—2. By heating the 
sesquioxide in hydrogen gas to a temperature somewhat below redness. 
(Berzelius.)—3. By passing sulphuretted hydrogen over red-hot oxysul- 
phide of cobalt. 100 parts yield 117. (Arfvedson.) 

Cobalt-pyrites forms regular octohedrons and cubo-octohedrons, of 
specific gravity 4‘9 to 5°0. They are harder than Apatite, of a colour 
between tin-white and light steel-grey, and yield a blackish-grey powder, 
Artificial sulphide of cobalt (1) is graphitic and crystalline (Berzelius, 
Fellenberg, Pogg. 50, 78); (2) is dark grey (Berzelius). The native 
sulphide gives off sulphurous acid before the blowpipe, and fuses in the 
inner flame to a grey magnetic bead, exhibiting a bronze-yellow colour in 
-the interior; after roasting, it imparts a blue colour to borax and micro- 
-cosmic salt. Dissolves in nitric acid, with separation of sulphur. Sulphide 
of cobalt [the protosulphide or the sesquisulphide ?| does not decompose 
vapour of water at a red-heat, even so much as sulphide of nickel. 
(Regnault.) Sesquisulphide of cobalt (1), heated in a stream of chlorine 
gas, yields chloride of sulphur and 122°9 per cent. of residual chloride of 
cobalt. (Fellenberg.) Chlorine does not act upon it in the cold, and but 
very s!owly when aided by heat. (H. Rose, Pogg. 42, 540.) 
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D. BisULPHIDE OF CoBALT.—1. Protoxide of cobalt is prepared by 
-rapidly igniting the recently precipitated carbonate in a crucible, then 
mixed with three times its weight of sulphur, and the mixture slowly 
heated in a glass tube to a temperature a little below redness. If the — 
mass is not quite black, it must be again mixed with sulphur and ignited. 
-—2. By passing sulphuretted hydrogen over sesquioxide of cobalt at a 
-temperature much below redness, and boiling the blackish-grey mass with 
hydrochloric acid. [Is this blackish-grey mass seSquisulphide of cobalt, 
-or a mixture of the proto- and bisulphides?] Black powder, destitute of ° 
lustre. At a red heat, it gives off sulphur, and leaves a grey sulphide of 
cobalt. Not attacked by alkalis or by acids, excepting nitric acid and 
-aqua regia... The sulphide prepared by (2), when exposed in the washed, — 
moist state to the air, is partly converted into sulphuric acid and cobalt- 
sulphate. (Setterberg, Pogg. 7, 40.) to 
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KE. Hyposunpuire or CoBaLt-oxIpk, or CoBALT-HYPOSULPHITE.—By 
precipitating cobalt-sulphate with hyposulphite of strontia, and evapo- 
rating the filtrate at a gentle heat. It turns blue at. last, becomes turbid 
from deposition of sulphur, and yields a dark red crystalline mass, which 
behaves like the corresponding nickel-salt. (Rammelsberg.) 


Crystallized. Rammelsberg. 
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F. SuLpHIte oF CoBALT-oxIDE, or CoBALT-SULPHITE.—On boiling a 
cobalt-salt with sulphite of potash, part of the cobalt is precipitated in the 
form of basic sulphite of cobalt-oxide, which becomes still more basic by 
washing. (Berthier.) Carbonate of cobalt-oxide dissolves very easily 
in aqueous sulphurous acid; and the solution, treated with alcohol, yields 
a fine red flocculent precipitate, probably consisting of cobalt-sulphite with 
one atom of water. By passing sulphurous acid gas through water in which 
carbonate of cobalt-oxide is suspended, granular crystals are formed, con- 
taining 5 atoms of water. | 


| Muspratt, 
i a ree ’ 37°5 ore 32°71 Ps 30°98 
a ee ‘ 32°0 — 28°03 fies 27:91 

eT ON reise gs 0 Lads ioe 45°0 kite 39°26 sis 41:11 
CoO, SO? +5 Aq. wes 114°5 we :100°00 ow. 100°60 


(Muspratt, Ann. Pharm. 30, 282.) 1 


G. HyposuLpHaTE oF CoBALT-OXIDE, or CoBALT-HYPOSULPHATE,— 
By precipitating sulphate of cobalt-oxide with an equivalent quantity of 
hyposulphate of baryta, and evaporating the filtrate at a gentle heat. 
Imperfectly crystallized, rose-coloured mass, which, when heated to red- 
ness, leaves 47°74 per cent. of cobalt-sulphate. Dissolves in water with 
great facility, but is not deliquescent. 
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. H. Suupuate or Copatt-oxipk, or Copat-suLpHaTe.—a. Basic Salt. 
—Formed by precipitating 6 with an insufficient quantity of alkali. 
Flesh-coloured precipitate, insoluble in water. (Berzelius.) . 


b. Monosulphate.—Found native in the form of Cobalt-vitriol. Obtained 
by dissolving the metal, the protoxide, or the carbonate in dilute sulphurie 
acid. -In combination with water, it crystallizes with difficulty in per- 
- manent, carmine-coloured, oblique rhombic prisms, having the form of 

green vitriol. (Mitscherlich; Brooke, Ann. Phil. 22, 128.) Fig. 111; 
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4:4 or w'=99° 45); w : w'=82° 20's ¢ w= 152° 45; 4s B= 124°50: d= 
185° 55'; i : f=118° 53!. (Brooke.) .The crystals have a faintly astrin- 
gent, slightly bitter, and metallic taste, and when heated, give off water, 
without fusing, and become opaque and rose-coloured: they do not part 
with their acid, even at a red heat. (Proust.) They dissolve in 24 parts of 
cold water, but not in alcohol. -Glacial acetic acid precipitates the salt 
completely from its aqueous solution, so that not a trace of cobalt remains 
in the liquid. (Persoz.) Marks made on paper with the solution, turn: 
red when the paper is warmed. (Proust.) 


Anhydrous. Rothoff. 
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Crystallized, Bucholz, Mitscherlich. © Proust. 
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When native Cobalt-vitriol from Bieber is freed by solution in water 
and filtration, from admixed arseniate of manganous oxide, the quantity _ 
of which is much below 1 per cent., the crystals obtained from the filtrate 
exhibit, according to Winkelblech, the following composition : : 
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I, SULPHOCARBONATE OF CoBpaLt.—Aqueous sulphocarbonate of cal- 
cium forms with cobalt-salts, a mixture which has a deep olive-green 
colour by transmitted, and black by reflected light: after 24 hours, it 
deposits black flakes, the liquid retaining a dark-brown colour. 


CoBALT AND SELENIUM, 


A. SELENIDE oF CospaLt.—Heated cobalt combines with selenium, 
forming a grey mass, which exhibits metallic lustre and crystalline struc- 
ture, and fuses at a red heat: the combination is attended with ignition. 
(Berzelius.) 


_ B. SELENITE OF CoBALT-OXIDE, or CoBALT-SELENITE.—a. Monosele- 
-nite-—Rose-coloured powder, insoluble in water. (Berzelius.)—0. Bisele- 
mile. Remains, on evaporating the aqueous solution, in the form ofa 
transparent purple-red gum: (Berzelius.) 


din ths CopaLr-sELENTATE.—Identical in crystalline form with the sul-— 
phate. (Mitscherlich.) . __ a 
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CoBaLT AND IopINE. 


A. Iopipz or Copaut.—Col.—Pulverized ecbalt and iodine heated 


together in a glass tube, unite and form a greyish-green mass which has no 
metallic lustre, fuses when heated, but does not sublime. (Erdmann, J. pr. 
Chem. 7, 354.)—By evaporating the aqueous solution, a dark green 
deliquescent mass is obtained. (Erdmann, Rammelsberg.) : 


Aqueous Iodide of Cobalt, or Hydriodate of Cobalt-oxide.-—1. When 
cobalt reduced by hydrogen is placed in contact with iodine and water, 
the temperature of the liquid rises to the boiling point and a red solution 
is formed.—2. Dry iodide of cobalt forms with a small quantity of water 
a green solution (Erdmann),.or brown (Rammelsberg); with a larger 
quantity of water, it forms a red solution.—lodide of cobalt is soluble in 
alcohol. (Erdmann.) i 


__ B. Oxy-todide of Cobalt ?—Co0,CoI.—Ammonia, added to a dilute 
solution of iodide of cobalt, colours the liquid brown, and throws down a 
blue precipitate which turns green by oxidation during washing and 
drying. (Rammelsberg, Pogg. 48, 155.) 


C. IopatTE or CoBALT-OxIDE, or CoBALT-10oDATE.—The solution of 
recently precipitated carbonate of cobalt-oxide in aqueous iodic acid 
yields, both by cooling and by evaporation of the mother-liquid, violet-red 
crystalline crusts, which give off 5°5 per cent. of water at 200°, and, on 
_ subsequent ignition in a retort, are resolved into iodine vapour, oxygen 

gas, and black cobaltoso-cobaltic oxide, Co®O*, which still retains the 
crystalline form of the salt. They dissolve in 148 parts of water at 15°, 
and in 90 parts of boiling-water. (Rammelsberg, Pogg. 44, 561.)-: 
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Copatt AnD Bromine. : 

A. Bromrpe or Cosart.—1. Cobalt at a dull red heat takes up 
vapour of bromine, forming a green compound which fuses and is partially 
decomposed at a higher temperature. (Berthemot, Ann. Chim. Phys. 
- 44, 391.)—2. The erystals of the hydrated bromide leave a bluish-green 
residue when heated. (Rammelsberg, Pogg. 55, 244.) 
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Hydrated Bromide of Cobalt, or Hydrobromate of Cobalt-oxide.— 
Bromide of cobalt deliquesces rapidly in the air, forming a red liquid; the 
same solution is obtained by heating cobalt with bromine and water. The 
solution turns red on evaporation, leaving the green anhydrous compound 
as aresidue. Ammonia added to the solution throws down a precipitate 
which is soluble in excess. (Berthemot.) When the solution is evaporated 
over oil of vitriol, red crystals are obtained which soon effloresce in the 
dry air of the receiver, but deliquesce when exposed to the atmosphere 
in its ordinary state. (Rammelsberg.) ; 


B. BroMATE OF CoBALT-OXxIDE, or CoBALT-BROMATE.—By precipi- 
tating sulphate of cobalt-oxide with bromate of baryta, and evaporating 
the filtrate over oil of vitriol, transparent regular octohedrons are obtained, 
having a hyacinth-red colour. They are isomorphous with the bromates 
of magnesia, zinc-oxide, and nickel-oxide. When heated, they are 
resolved into bromine vapour, oxygen gas, and sesquioxide of cobalt. 
They dissolve in 2°2 parts of cold water; and the solution evaporated at 
a gentle heat, gives off bromine vapour and deposits sesquioxide of cobalt. 
(Rammelsberg, Pogg. 55, 71.) 


Anhydrous. Crystallized. Rammelsberg. 
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CoBALT AND CHLORINE. 


A. CutoripE or Conatt.—1l. Heated cobalt powder takes fire in 
chlorine gas. (H. Davy.)—Finely divided cobalt takes fire in a stream of 
chlorine gas and produces blue crystalline scales. (H. Rose, Pogg. 24, 157.) 
—Chloride of cobalt is likewise obtained by heating the sulphide in a — 
stream of chlorine. (Fellenberg.) —2. By evaporating the aqueous solution 
of chloride of cobalt to dryness, till the red colour of the liquid changes to 
greenish-blue.—The chloride thus obtained is a blue, loosely coherent 
mass, which does not turn red on cooling, but only on exposure to the air, 
the change being then due to absorption of water. When strongly 
ignited in a retort (Proust, Bucholz), or in a tube through which chlorine 
is passed (Fellenberg), it sublimes after fusing (Proust), or without fusing 
(Fellenberg) in soft, loose, crystalline spangles, which are slippery to the. 
touch, and flax-blossom-coloured, according to Proust, blue according to. 
Bucholz, and bluish-green according to Fellenberg.—Chloride of cobalt, 
when fused with phosphorus, yields chloride of phosphorus and phosphide 
of cobalt. (H. Rose, Pogg. 27, 117.) It is decomposed by phosphuretted 
hydrogen gas as easily as protochloride of copper. (H. Rose.) With oil 
of vitriol, even when cold, it gives off hydrochloric acid and chlorine [1] 
gas, and forms sulphate of cobalt-oxide. (A. Vogel.)—With aqueous 
hypochlorous acid, it evolves chlorine gas and yields a precipitate of 
hydrated sesquioxide of cobalt. (Balard.) | 
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. Hydrated and Aqueous Chloride of Cobalt, or Hydrochlorate of Cobalt: 
oxide.—Chloride of cobalt, even after sublimation, takes up water and 
turns red on exposure to the air, and is afterwards easily soluble in water; 
but the sublimed -chloride, if not previously exposed to the air for a 
sufficient time, requires 12 hours or more to effect its complete solution, 
(Proust, Bucholz, Fellenberg.)—The same liquid is obtained. by dis- 
solving the pure hydrate or carbonate of cobalt-oxide in hydrochloric 

acid, or by dissolving the metal in hydrochloric acid or aqua-regia. 
—The red solution evaporated and cooled yields crystals belonging to 
the oblique prismatic system. ig. 101, but without the 6- or c-face 
or the face below it. 7@: wu or uw’ = 109° 81’; 4: ¢ = 122° 20'; 7: f behind’ 
= 106° 20';.¢ : f= 181° 20’; w : d=,77° 20/5; wrt = 128° 40). Cleavage 
distinct parallel to 2, less distinct parallel to w. (Brooke, Ann. Phil. 
23, 364.) The crystals are carmine-coloured and do not deliquesce in 
the air. . According to Proust, who probably obtained them from an 
acid liquid, they are blue, and turn red in the air by absorption of water. 

The carmine-coloured, aqueous solution of dry chloride of cobalt or of 
the crystals, turns blue when mixed with strong hydrochloric acid or oil 
of vitriol, the change taking place sooner the lower the temperature. 
The red colour is restored by addition. of water, and partly also by 
cooling. The more dilute solution, if it contains free acid, likewise turns 
blue when evaporated by heat or in vacuo oyer oil of vitriol. (A. Vogel.) 
In a similar manner, marks made on paper with this solution, turn blue 
whenever the paper is heated, and resume their pale red colour on 
exposure to the air, doubtless by recovering their water. If the cobalt. 
solution contains small quantities of ferric oxide or larger quantities of. 

_ nickel-oxide, the blue colour is replaced by a bluish-green or a green tint. 
The liquid discovered by Waitz, called Hellot’s Sympathetic Ink, is a. 
solution of this kind; it may likewise be prepared by dissolving zaffre in 
hydrochloric acid, or by mixing cobalt-nitrate with sal-ammoniac. or 
common salt.—Since anhydrous chloride of cobalt is blue, the blue tint 
appears to result from the formation of this compound: heat drives off the 

water, and strong acids abstract it. If the existence of hydrogen-acid_ 
salts be assumed, we must suppose that, whent this change of colour takes 

place, the red hydrochlorate of cobalt-oxide is converted into blue 
chloride of cobalt; on the contrary supposition, the explanation will 
perhaps be, that the solution of hydrated chloride of cobalt in watery 
liquids is red, while that of the anhydrous chloride is blue. 

' Cobalt cannot be converted into a sesquichloride by treating it with 
excess of chlorine; but the recently prepared solution of the hydrated 
Bonde in cold hydrochloric acid contains this compound. (Winkel- 
blech.) 


7 B. Cutorate or CopaLt-ox1pE.—Co0,Cl0° + 6Aq.—Crystallizes 
in cubes combined with octohedrons. Decomposed by ignition into 
chlorine, oxygen, and a residue of oxide and chloride of cobalt. (Wachter, 
Ann. Pharm, 52, 233.) T : 


CoBALT AND FLUORINE. 


A. Fuvoripe or Cosatr and HyproriuatTe oF CoBALT-OXIDE.— 
The solution of carbonate of cobalt-oxide in excess of aqueous hydro- 

fluoric acid deposits on evaporation, as the free acid escapes, a rose- 

coloured, crystalline crust. (Gay-Lussac & Thénard.) The composition 
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of this deposit is CoF,2HO. It dissolves without decomposition in water — 
containing hydrofluoric acid; also in small quantities of pure cold water, 
forming a saturated solution which again yields crystals on evaporation ; 
but, on -boiling with larger quantities of water, the crystalline crust is 
resolved into an acid salt which dissolves and the compound B.—Fluoride 
of cobalt unites with the fluorides of the alkali-metals, forming sparingly 
fusible, slightly coloured salts. (Berzelius.) | 


B. OxyFivoripe or CopaLt.—2(CoO,CoF) + HO.—Produced in the 
form ofa pale red powder when fluoride of cobalt is boiled with water, or. 
when aqueous hydrofluoric acid is digested with excess of cobalt-carbonate. 
(Berzelius, Pogg. 1, 26.) . 


CoBALT AND NITROGEN. 


A. Nirraté or Copart-oxtpe, or CoBALT-NITRATE.—a. Sexbasic.— 
The blue precipitate produced by adding excess of ammouia to a well 
boiled solution of mononitrate of cobalt-oxide, the air being carefully _ 
excluded.—On the slightest access of air, the precipitate quickly assumes 
a grass-green colour, and gradually redissolves in the liquid; but the — 
portion which remains undissolved, if washed by repeated agitation with © 
thoroughly boiled water—access of air being prevented as much as possible 
—and then quickly dried between folds of bibulous paper, dries up to a — 
grass-green powder. This powder when heated gives off water and » 
acquires a darker colour; when dissolved in cold nitric or acetic” acid, it 
leaves brown flakes which do not dissolve till the liquid is heated. It 
turns brown when boiled with caustic potash, which abstracts the nitric 
acid, but does not give rise to evolution of ammonia. Aqueous oxalic 
acid converts it into pale red oxalate of cobalt-oxide, but the greenish 
colour of the solution likewise indicates the formation of cobaltoso-cobaltic 
oxalate. The green precipitate, if immersed, while fresh, in water con- 
tained in a vessel exposed to the air, is gradually converted into yellow 
hydrate of cobaltoso-cobaltic oxide (p. 326), while the water takes up 
monobasic cobalt-nitrate and turns red. 


Green precipitate. Winkelbleck. 
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The blue precipitate must be regarded as the pure sexbasic salt; the 
green compound contains a small quantity of yellow cobaltoso-cobaltic 
hydrate; nevertheless it appears, from the quantity of carbonic acid which 
«it evolves-when heated with oxalic acid and a small quantity of water, 
that it only contains 0°502 per cent. more of oxygen than it should 
contain if it consisted wholly of a salt of the protoxide. (Winkelblech.)- | 
b. Monobasic.—Formed by dissolving the metal, the protoxide, the — 
hydrated protoxide, or the carbonate in dilute nitric acid.—The carmine- 
coloured solution yields red crystals on evaporation. They deliquesce in — 
moist air, and contain 6 atoms of water. (Millon, Compt. rend. 14, 905.) 
They fuse below 100°, and at a higher temperature give off water and 
melt into a violet-red liquid, which afterwards becomes green and thickish, — 
and is ultimately converted, with violent intumescence and evolution of 
nitrous fumes; into black sesquioxide of cobalt. Characters written on 
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| paper with the solution of this salt, assume a peach-blossom colour when- 


ever the paper is heated. (Proust.) 


Anhydrous. -. pie Crystallized. 
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Protoxide of cobalt neither dissolves nor suffers any alteration when. 
immersed in aqueous Ammonia either warm or cold; but if an ammoniacal 
salt be added, and the air has access to the liquid, the oxide dissolves 
and forms a brown solution. (Winkelblech.) 


B. CARBONATE OF CoBALT-OXIDE AND AMMonIA.—Cobaltoso-ammonic 


- Carbonate.—Formed by dissolving carbonate of cobalt-oxide -in aqueous 
carbonate of ammonia, or in pure ammonia, whereby the oxide is sepa- 
_ rated out; or by dissolving hydrated cobalt-oxide in carbonate of am- 


_ monia, whereupon ammonia is perhaps set free. Carmine-coloured liquid 


which is not rendered turbid by water, so long as it contains but a slight 
‘ excess of ammonia. (Proust.) When exposed to the air, it deposits small 
crystals of cobalt carbonate. 


The rose-coloured solution of Metaphosphate of cobalt-oxide in Am- 


- monia yields no deposit on exposure to the air, even if it be evaporated 


to the consistence of a syrup. (Persoz, Ann. Chim, Phys. 56, 333.) 


_._C. Copanto-nyposutpHaTe or Ammon1a.—A concentrated. solution 


of hyposulphate of cobalt-oxide, mixed with ammonia and heated, yields 


a green precipitate and a violet-red liquid from which red crystals are 


deposited in the cold. The mother-liquid becomes turbid when evapo- 
rated, from deposition of hydrated cobalt-oxide, and ultimately yields 


crystals of hyposulphate of ammonia.—Red rectangular prisms which soon 
turn brown and lose their lustre.. With water they are resolved into a 
pale red solution—which, besides a small quantity of cobalt, contains 


- ammonia and hyposulphate of ammonia—and green flakes, which contain 


cobalt and hyposulphuric acid but no ammonia, dissolve in cold hydro- 
chloric acid with evolution of chlorine, and probably consist of basic 


_ hyposulphate of cobalt-oxide. (Rammelsberg, Pogg. 58, 296.) 


Crystallized. ' Rammelsberg. 
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D. AmMMoNIO-sULPHATE oF CoBALT-oxIpE.—Anhydrous sulphate of 


 ecobalt-oxide absorbs: 66°48 per cent. of ammoniacal gas, with strong 


_ evolution of heat and cotisiderable tumefaction, and forms with it a very 


pale reddish-white powder. Ata moderate red heat, this substance melts, 
turns blue, gives off a large quantity of ammonia, and yields a small 


' sublimate of sulphite of ammonia. It dissolves in water, forming a 
reddish solution, with separation of green flakes, (H. Rose, Pogg. 
20,152.) a | : oa 
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: H. Rose 
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E. SunpHare or Copant-oxipe anp Ammonta.—Red crystals= 
NH‘0, SO?+ CoO, S0*+6Aq, isomorphous with those of sulphate of 
magnesia and ammonia. (Mitscherlich, comp. Proust, WV. Gehl. 3, 411.) 


F, AMMONIO-I0DIDE oF CoBaLt.— Zerbasic.—Dry iodide of cobalt 
becomes strongly heated in a stream of ammoniacal gas, swelling up and 
absorbing 28°695 per cent. of the gas, and is converted into a reddish 
yellow powder. (Rammelsberg.) 


Rammelsberg. 
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b. Bibasic.—The concentrated solution of iodide of cobalt forms with 
ammonia a reddish-white, pulverulent precipitate, which dissolyes when 
heated, leaving only a few dark green flakes, and forms a violet liquid; 
this solution assumes a deep red colour on cooling, and soon deposits 
small rose-coloured crystals, having the same composition as the reddish- 
white powder. The crystals, when heated, leave a residue of iodide of 
cobalt; and when this residue is dissolved in water, 19 per cent. of 
oxy-iodide of cobalt remains undissolved, and ammonia and water are set 
free. The water, which amounts to between 3 and 7 per cent. does not 
appear to be essential to the constitution of the compound; it does not, 
however, escape till the temperature is raised above 100°, and cannot 
therefore be removed without decomposition of the substance. The 
crystals, even when dried in the air, give off ammonia, turn brownish, and 
afterwards green. When the crystals are dissolved in water, ammonia is 
set free and oxy-iodide of cobalt separates in green flakes; the colourless 
liquid, which contains much iodine and a small quantity of cobalt, 
acquires ‘ reddish colour by exposure to the air. (Rammelsberg, Pogg. 
48, 155. 


After deducting the water. Rammelsberg. 
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G. IopatE.or CoBALT-oxIDE AND AmMMoNnrIA.—The red-brown solu- 
tion of cobalt-iodate in ammonia yields, on: the addition of alcohol, a pale 
rose-coloured precipitate, which, when heated, first becomes yellowish- 
brown, then black, and gives off ammonia, iodine, oxygen gas, and 
water. The compound is likewise decomposed by water. (Rammelsberg, 


| Pogg. 44, 561.) 


H. AMMONIO-BROMIDE OF CoBALT.—Anhydrous bromide of cobalt 
absorbs ammoniacal gas and is converted into a red powder, which turns 
brown after some time. This substance gives off its ammonia when 
heated. Water immediately resolves it into green flakes, which contain 
bromine even after washing, and a light brown ammoniacal liquid, which, 
when evaporated over oil of vitriol, leaves a brown, amorphous mass} 
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the latter dissolves in water, forming a red-brown solution, and leaves 


a residue of brown hydrated sesquioxide of cobalt. (Rammelsberg, Pogg. 
55, 245.) | 


Rammelsberg. 
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I. Ammonio-sesquibromide of Cobalt ?—A concentrated solution of 
bromide of cobalt saturated with ammonia yields blue flakes and a red 
liquid; the former quickly turn green when exposed to the air; the latter 
turns brown and sometimes, though rarely, yields a few red, square tables. 
These crystals, when heated, give off ammonia and hydrobromate of 
ammonia, then bromine, and leave a green residue of bromide of cobalt. 
They dissolve in water, forming a red solution, which, soon after boiling, 
becomes turbid, gives off ammonia, and yields a brown precipitate of 
hydrated sesquioxide of cobalt; potash does not precipitate the hydrated 
sesquioxide till the liquid is boiled. The crystals are probably a com- 
pound of sesquibromide of cobalt with ammonia.—When the solution of 
bromide of cobalt supersaturated with ammonia and turned brown by 
exposure to the air—in which state it gives no precipitate with aleohol— 
is gently evaporated, it deposits brown hydrated sesquioxide of cobalt; 
and the filtrate, if left to evaporate over oil of vitriol, dries up to a brown 
mass, which may be freed by washing with alcohol from the admixed 
crystals of hydrobromate of ammonia. The brown residue dissolved in 
a small quantity of water and filtered from the reproduced hydrated 
sesquioxide, deposits, on the addition of alcohol, a brown powder which 
contains ammonia, and forms a dark-coloured solution in water; it 
contains 20°39 p. c. ammonia, 22°67 cobalt, 37°75 bromine, and a large 
quantity of water— probably 3Co’O*, 2Co*Br’, 15NH?+20Aq. (Ram- 
melsberg.) 


K. Cobalto-bromate of Ammonia?—Bromate of cobalt-oxide heated 
with ammonia forms a blue precipitate which turns green in the air, and 
a dark red solution which acquires a dark brown colour by exposure to 
the air, and when sufficiently concentrated and exposed to a low tempera- 
ture, deposits red needles. If it be then evaporated, it becomes turbid 
and deposits brown hydrated sesquioxide; and if afterwards filtered, 
mixed with a small quantity of ammonia and evaporated over oil 
of vitriol, it deposits dark brown spherical aggregates of small crystals, 
which are apt to decompose and exhale bromine during drying. They 
deliquesce in the air with tolerable rapidity and form a brown mass; 
dissolve without turbidity in water; evolve chlorine [bromine?] when 
treated with hydrochloric acid, and ammonia when treated with potash, 
hydrated, sesquioxide of cobalt being precipitated in the latter case. 


Crystallized. _ Rammelsberg. 
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According to this, the compound should be: NH?,Co’0* + 6(NH’, BrO®) + 
12Aq, or if cobaltic acid be supposed to be present instead of the sesqui- 
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oxide: NH®,2C0?+6(NH%,Br0*)+12Aq. Rammelsberg deduces from 
his analyses, the formula; (4NH*+(Co0°, 83Br0° + 9Aq) + 2NH*, BrO®. 


L. AMMONIO-CHLORIDE oF CoBatt.—Dry chloride of cobalt very 
rapidly absorbs 52°48 per cent. of ammoniacal gas, the combination being 
attended with rise of temperature and intumescence; the product is a 
bulky powder of a very pale reddish-white colour. This substance when 
ignited gives off a large quantity of ammonia and a little sal-ammoniac, 
and leaves a blue mass only partially soluble in water. The unignited 
powder forms a red-brown solution in water, green protoxide of cobalt 
being separated. (H. Rose, Pogg. 20, 157.) 


H..Rose. 
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M. Fivoripe or Copatt anp AmMonium.— Pale red crystalline 
granules, slightly soluble in water. (Berzelius.) | 


N. Nitrate oF CoBat-oxIDE AND AmMmontA.—Formed by mixing 
a solution of cobalt-nitrate [containing excess of acid ?] with ammonia. 
Rose-coloured cubes and funnel-shaped masses like those of common salt, 
permanent in the air, having a urinous taste, and deflagrating in a 
red-hot crucible, like nitrate of ammonia. (Thénard, Scher, /; 10, 426.) 


O. CoBALTO-NITRATE oF Ammonta.—A perfectly neutral solution of 
cobalt-nitrate yields, with ammonia, a blue precipitate which soon turns 
green. The liquid becomes brown in the air; and if it be shaken up 
with air for some time in a closed vessel, oxygen is absorbed, and the 
whole of the green precipitate ultimately dissolved. (According to Win- 
kelblech, the precipitate is but partially redissolved.) The clear dark- 
brown solution thus obtained, deposits at a low temperature brown, trans- 
parent, four-sided prisms. If the cobalt-solution contains excess of nitric 
acid, it forms with ammonia a clear red mixture, which, when agitated 
with air, is converted into the same brown liquid.—An acid solution of 
cobalt-nitrate supersaturated with ammonia in a tube filled with oxygen 
gas and standing over mercury (whereby no turbidity is produced) and 
then agitated, absorbs 3°9 pts. (nearly'3 At.) of oxygen for every 37°5 
pts. (1 At.) of protoxide of cobalt dissolved. This would indicate the 
formation of sesquioxide of cobalt, were it not that we may suppose that 
part of the cobalt remains in solution as protoxide, and that certain 
decompositions of the liquid, ¢ g. the evolution of nitrogen by potash, 
seem to denote a higher degree of oxidation. 

_ The crystals dissolye without decomposition in aqueous ammonia, and 
form a brown solution; but in water they dissolve but partially, with 
evolution of nitrogen, and separation of brown hydrated sesquioxide 
of cobalt. When exposed to the air, they become dull and reddish, 
probably from loss of ammonia and absorption of carbonic acid.—The 
brown liquid obtained by supersaturating nitrate of cobalt-oxide with — 
ammonia, and agitating with air, gives off nitrogen gas when heated, and 
assumes a red colour, but remains clear. (According'to Hess, the liquid 
may be boiled without decomposition.)}—When exposed to the open air, it — 
turns red from loss of ammonia and. absorption of carbonic acid, and 
deposits hydrated sesquioxide of cobalt. With potash at ordinary tempe- 
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ratures, it slowly evolyes nitrogen, and deposits brown hydrated sesqui- 
oxide. (According to Hess, it forms a dingy green precipitate with 
potash, not in the cold, but on the application of heat, and the decompo- 
sition takes place without evolution of gas, According to Winkelblech, 
also, no nitrogen is evolved in this reaction. The author introduced 
potash into a quantity of the brown liquid standing over mercury, and 
invariably obtained an evolution of gas.)—The liquid, when mixed with 
cold sulphuric or nitric acid, gives off oxygen, and assumes a pale red 
colour. (Gm.) | 


The sulphate and hydrochlorate of cobalt-oxide exhibit totally dif- 
ferent reactions with ammonia. 

Neutral Sulphate of Cobalt-oxide forms with ammonia a copious blue 
precipitate which soon turns green, and if agitated with air for some 
time, becomes brown, but does not dissolve; the supernatant liquid is red. 
—If the solution of the sulphate is previously supersaturated with 
sulphuric acid, it yields with ammonia a pale red mixture, which becomes 
pale brown on agitation, and, in the course of 24 hours, deposits a few 
brown transparent crystalline tables, the liquid itself assuming a pale 
red colour. ; 

Neutral Hydrochlorate of Cobalt-oxide yields with ammonia a copious 
blue precipitate, which soon turns green, and if agitated with air assumes 
a brown colour, but does not dissolve: the supernatant liquid is pale red. 
—-If the solution has been previously mixed with sal-ammoniac, the 
addition of ammoniac produces a clear, pale red mixture, which, when 
agitated with air in a close yessel, soon becomes light brown, then dark 
brown, and thereupon yields a brown precipitate, while the liquid resumes 
its red colour. 

With Sulphate of Cobalt-owide and Potash, ammonia produces first 


a blue, then a green, and lastly a brown precipitate, and a colourless 


liquid. (Gm.) 


CoBALT AND PoTASSIUM. 


A. CoBALTITE oF Potasu.—a. Protoxide of cobalt dissolves in fused 
hydrate of potash, forming a clear, blue liquid, which when heated for a 
somewhat longer time, becomes brown and solid, while the cobalt sepa- 
rates out in the form of sesquioxide. The blue liquid forms a blue mass 
on solidifying. (Gm.) 

b. When a cobalt-solution is dropped into strong boiling potash-ley, 
the blue precipitate first changes into the red hydrate, and afterwards 
dissolves, forming a blue solution. This solution, when diluted with 
water, deposits the cobalt in the form of hydrated protoxide, and if the 
the air has access to it, in the form of sesquioxide (Proust); see also 
Volker (Ann. Pharm, 59, 34). ore 3 


B. CARBONATE OF CoBALT-OXIDE AND PotasH.—a. Cobalt-oxide dis- 
solves pretty freely in carbonate of potash, when heated with it before the 
blowpipe on platinum ; the mass appears black when cold. (Berzelius.)— 
6. The hydrate and carbonate of cobalt-oxide, but not the ignited oxide, 
dissolve in strong carbonate of potash, forming a red solution, which is 
precipitated by dilution with water, but not by heat. (Proust, Gmelin.) — 
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C. SutpHATE oF CoBALT-oxIDE AND PotAsu.—Red crystals having ._ 
the same form as those of sulphate of magnesia and ammonia. (Mitscher- 
lich.) The crystals are somewhat less soluble in water than those of 
cobalt-sulphate. (Proust.) | 
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D. Fivorme or CoBaLt AND PotassiuM.—Pale red, granular crystals, 
slightly soluble in water. (Berzelius.) 


CoBALT AND SoDIUM. 


A. CoBALTITE OF SopA.—Cobalt-oxide behaves with soda in the same 
manner as with potash. 


B. CARBONATE OF COBALT-OXIDE AND SopA.—a. Carbonate of soda 
heated on platinum before the blowpipe with protoxide of cobalt, dissolves 
much less of that oxide than carbonate of potash; the mass, while in the 
fused state, appears reddish by transmitted light; on cooling it turns 
grey. (Berzelius.)— 6. On supersaturating a cobalt-salt with strong 
carbonate of soda, the red precipitate redissolves and forms a red 
solution. 


C. and D.—Cobalt-salts dissolve in fused Borax or Microcosmic Salt, 
forming a clear blue glass, the colour of which is so strong that it appears 
black if the quantity of cobalt is somewhat large. 


q E. METAPHOSPHATE OF COoBALT-OXIDE AND Sopa.—Phosphoric 
acid prepared and purified by Gregory’s method (IJ. 130), and still con- 
taining magnesia and soda, is mixed with solution of cobalt-sulphate, the 
liquid evaporated to a syrupy consistence, and the residue heated above 
816°.—The salt thus obtained is of a fine rose-colour; it is insoluble in 
water and dilute acids, but dissolves in strong sulphuric acid. 
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(Maddrell, Ann. Fharm. 61, 57.) 1 


CoBALT AND CALCIUM. 


HypopnosPHitE oF CoBaLt-oxipE anp Lime.—By boiling hypo- 
phosphite of lime with oxalate of cobalt-oxide in excess, and evaporating 
and cooling the filtrate, red octohedrons are obtained which rapidly 
deliquesce. When heated in a retort, they evolve a mixture of hydrogen 
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and phosphuretted hydrogen, not inflammable at ordinary temperatures; 
and leave a residue, which is insoluble ‘in hydrochloric acid, not even 
giving up its lime to that acid. (H. Rose, Pogg. 12, 295.) 


Crystallized... - H. Rose. 
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CoBALT AND MAGNESIUM. 


CoBALTITE OF Maanesia.—a. Magnesia ignited with cobalt-nitrate 


assumes a pale rose-colour. Minerals containing magnesia likewise 


exhibit a rose-colour when their powder is ignited with cobalt-nitrate, 
provided they do not contain alumina or a heavy metallic oxide. (Ber- 
zelius.)—b. When ammonia is added to a mixture of neutral hydro- 
chlorate of cobalt-oxide and hydrochlorate of magnesia, a green preci- 
pitate is produced, which contains 10 per cent. of magnesia; does not 
turn brown during washing, but remains green; is insoluble in pure 
ammonia and carbonate of ammonia, but dissolves easily in sal-ammoniac, 
forming a dingy yellow solution, from which it is again precipitated 
by potash, and turns blackish-grey on ignition. (Berzelius, Pogg. 
33, 126.) . 


CoBALT AND ALUMINUM. 

ALUMINATE OF CoBALT-oxIDE.—When alumina, or a body containing 
alumina, or the precipitate obtained on adding an alkali to a mixture of 
alumina, as free as possible from iron, with a cobalt-salt, is ignited with 
cobalt-nitrate, a bright blue compound is produced. Leithner’s Blue, 
which, after ultramarine, is the best and most permanent colour for oil- 
painting, and is likewise used for colouring on porcelain, is of this compo- 
sition.. Zhénard’s Blue, obtained by igniting hydrate of alumina with 


phosphate or arseniate of cobalt-oxide, likewise belongs to this head. 


@ According to Louyet (/nstit. 1849, 206), a mixture of hydrate of 
alumina and hydrated cobalt-oxide does not assume a blue colour till it is 
heated to the melting point of glass, a red heat merely rendering it black 


or grey; whereas a mixture of hydrate of alumina with phosphate or 


arseniate of cobalt-oxide, becomes blue when heated merely to redness. VT 


CoBALT AND SILICIUM. 


A. SirtcaTE oF CopaLt-ox1pr.—The aqueous solution of solnble 


glass produces with cobalt-salts a beautiful blue precipitate, which 


becomes very pale on drying. (Fuchs, Kasin. Arch. 5, 400.) The solu-' 
tion of quadrosilicate of soda gives no precipitate with cobalt-salts. 


_ (Walckner.) 


B. HyprateD FiLvoriveE oF Siiictum AND CoBaLt, or HYDROFLUATE 
oF SiuicA AND CoBALT-oxIDE.—Obtained by dissolying carbonate of 
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cobalt-oxide in hydrofluosilicic acid. Pale red rhombohedrons and six- 
sided prisms=CoF, SiF?+7Aq., easily soluble in water. (Berzelius.) 


C. Copatt-Giass.—Cobalt-oxide imparts to glass fluxes a deep and 
pure. blue colour.—By fusing roasted cobalt-ores with quartz-sand and 
potash, a dark blue glass is obtained, which when pulverized forms 
Smalt. | 


CoBALT AND TUNGSTEN. 


A: Tunestate oF Copat-oxipE.—a. Jonotungstate.—Alkaline 
monotungstates form with neutral cobalt salts a precipitate, which assumes 
a violet colour after washing and drying—becomes greenish-blue, and 
gives off water at a red heat—and ata higher temperature, cakes together 
slightly, and becomes bluish-black. It is insoluble in water and in cold 
nitric acid, imperfectly soluble in oxalic acid, but perfectly soluble in 
heated phosphoric or acetic acid. (Anthon.) 
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6. Bitungstate.—By precipitating with an alkaline bitungstate. Red- 


brown, insoluble in water, imperfectly soluble in oxalic acid, but perfectly 


soluble in phosphoric or acetic acid, and in ammonia. (Anthon, J, pr. 
Chem. 9, 344.) 
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B. SULPHOTUNGSTATE OF CoBaLt.—CoS, WS’.—The aqueous mixture 
of sulphotungstate of potassium and a cobalt-salt, is dark brown, and in 
the course of 24 hours yields a black precipitate, (Berzelius.) 


CopatT AND MoLyBDENUM. 
A. MotyspaTE oF CoBALT-OXIDE.—Dirty yellow precipitate, which 


ecomes red when dry, and is decomposed by alkalis and by the stronger 
acids, (Berzelius.) ie ; Re ce 
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B. SULPHOMOLYBDATE oF Copatt.—Black-brown precipitate, which 


dissolves in the aqueous potassium-compound, imparting a black colour to 
ane quid: (Herzeliug, jo c-- 7 a oas is 


C. PERSULPHOMOLYBDATE oF CoBatt.—-Dark red-brown precipitate 
(Berzelius. ) 


CoBALT AND VANADIUM. 


VANADIATE OF CoBALT-ox1DE. — Monovanadiate.—Reddish straw- 
yellow, insoluble in water.—-b. Acid Vanadiate.—Soluble in water, from 


which alcohol precipitates it in the form of a rusty yellow powder. 
(Berzelius.) bY 


CoBALT AND CHROMIUM. 


CHROMATE OF CoBALT-oxIDE.—Monochromate of potash forms, with 
cobalt-salts, a light red-brown precipitate, probably consisting of a basic 
salt, inasmuch as the liquid retains its orange-yellow colour. (Gm.) 


CoBALT AND MANGANESE. 


Hypermanganate of potash does not precipitate cobalt-salts, (From- 
herz.) 


PEROXIDE OF MANGANESE wiTH PRoTOXIDE oF CoBautT.—Black 
Farthy Cobalt.—Amorphous, very friable; has an earthy and plano- 
conchoidal fracture. Sp. gr. 2°22; colour brown-black. When heated, 
it gives off water and oxygen gas, sometimes also arsenious acid. Does 
not fuse before the blowpipe; colours borax blue: with carbonate of soda 
on platinum, it yields mineral chameleon; and on ‘charcoal in the inner 
flame, a white, slightly magnetic metal. Dissolves in cold, strong, hydro- 
chloric acid, forming a brown solution, which turns blue when heated, 
and becomes red on cooling: the act of solution is attended with copious 
evolution of chlorine. According to Rammelsberg (Pogg. 54, 551), the 
ore from Saalfeld should be regarded as (CoO; CuO),2Mn0?+4Aq; the 
quantity of manganese is, however, much too small to agree with this 


formula. . 
Rammelsberg. 
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Yellow Earthy Cobalt is a dense or earthy mixture of the hydrated 
arseniates of lime, cobalt-oxide, and ferric oxide, and often contains a 
small quantity of antimony. Sacre 
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CoBALT AND ARSENIC. 


A. ARSENIDE oF CoBALt.—-a. A mixture of 2 parts of cobalt and 3 of 
pounded arsenic, yields, when heated, a blackish-grey, porous compound, 
whose formation is attended with the emission of a red light. (Gehlen.) 

b. At the blue-colour works at Modum, the two following alloys are 
formed: «. Obliquely truncated rhombic needles, united in tufts. 
p. Large tables having the metallic lustre. (Th. Scheerer & Francis, 
Pogg. 50, 518.) The composition of both these alloys is nearly 
5(Fe; Co; Cu)As. 
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c. Tin-white Cobalt, Cobaltine, Smattine, Speiskobold.—Belongs to the 
regular system. Jig. 1, 2, 3,4, and 5. Sp. gr. 6°5; harder than apatite. 
Colour tin-white, inclining to steel-grey; powder greyish-black. When 
heated to redness in a retort, it yields a sublimate of arsenic, and a non- 
magnetic compound containing less arsenic. Heated upon charcoal, it 
gives off a copious arsenical fume, and fuses into a white, brittle, metallic 
globule, which, after being roasted, imparts a blue colour to glass.. (Ber- 
zelius.) Hot nitric acid dissolves it, with separation of arsenious acid. 
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a. is crystallized cobaltine, from Riechelsdorf ;— 6. massive co- 
baltine, from Schneeberg;—c. massive cobaltine, from Tunaberg: sp. gr. 
7-131 [7]. According to the preceding analyses, the general formula 


_ of cobaltine is: (Co; Fe; Ni)As. 


oxide on the addition of water. 


A variety of cobaltine, from Riechelsdorf, remarkable for the 
large proportion of nickel which it contains, has been examined by 
Sartorius (Ann. Pharm. 66, 278): its composition in 100 parts is: 
9°17Co+14:06Ni+1°42Fe+73:53As=98'18. 7 

d. Tesseral Pyrites, from Skutternd.—Co?As*?.—Cubes and octohedrons | 
with the faces of the cube, dodecahedron, and leucitohedron; sp. gr. 6°78. 
Tin-white. When roasted in an open glass tube, it yields a copious 
sublimate of metallic arsenic and arsenious acid. (Th. Scheerer, Pogg. 
42, 553; Wohler, 43, 592.) 


Tesseral Pyrites. Scheerer. Wohler. 
Crystallized. Massive. 
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B. ARSENITE OF COBALT-OXIDE, ot COBALT-ARSENITE, — The inner 
portion of Cobalt-bloom sometimes, though rarely, consists of this mineral. 
(Proust.) The arsenite formed by mixing a dissolved cobalt-salt with 
arsenite of potash has the form of a rose-coloured precipitate, which 
becomes dark-coloured and horny when dry. When heated in a glass 
vessel it gives off arsenious acid and colours the glass blue; heated 
potash resolves it into cobalt-oxide and a blue liquid, which deposits the 
Dissolves in nitric acid, with evolution 
of nitrous gas; also in hydrochloric acid, and in ammonia, in the latter of 
which it forms a dark red solution. (Proust.) | 


C. ARSENIATE oF CoBALT-OXIDE, or COBALT-ARSENIATE.—a. Terbasic. 
—Occurs in the form of.Cobalt-bloom, which, according to Kersten, is 
produced only by the weathering of cobaltine, not of cobalt-glance. 


Long, needle-shaped, rhombic prisms. Sp. gr. 2°84 to 3'0; less hard than 


gypsum ; varies from translucent to transparent ; carmine, columbine, 
or peachblossom-coloured; yields a powder having the same colour, 
When exposed to the light, it sustains a slight loss of weight, pro- 
bably from evolution of water, and becomes paler and opaque on the 
surface. When heated in a glass tube, it parts with its water, but does 
not give off arsenious acid ; the last portions of water, however, are only 
driven off by continued strong ignition. The residue is of a smalt-blue 
colour, if free from iron, but an admixture of ferrous arseniate renders it 
green or brown. Green cobalt-bloom is anhydrous arseniate of cobalt- 


oxide containing iron. (Kersten, Pogg. 60, 251.) Cobalt-bloom, heated 
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on charcoal before the blowpipe, emits fumes of arsenic, and fuses in the 
inner flame into a green bead of arsenide of cobalt; it colours borax blue. 
When treated with hot potash-solution, cobalt-bloom yields a deposit of 
black protoxide, and a blue liquid, from which, on dilution with water, — 
the dissolved cobalt is again separated. (Proust, Kersten.) Cobalt-bloom 
is insoluble in water, but dissolves with facility in hydrochloric or nitric 
acid, forming a red solution; its solution in nitric acid is not attended with 
separation of arsenious acid, or with evolution of nitric oxide on the appli- 
cation of heat. (Proust.) In ammonia it forms a deep red solution. It 
dissolves in a weak solution of green vitriol; and on evaporating the 
liquid, white crystalline ferrous arseniate separates out, while cobalt- 
sulphate remains in solution. (Kersten.) The salt may be obtained 
artificially, by precipitating a cobalt-salt with arseniate of soda: it then 
forms a peachblossom-coloured precipitate, which dries up to a dark, 
horny mass. 
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_ a. is from the Wolfgang-Maassen mine, near Schneeberg;—2. from the 
Rappold mine, near Schneeberg;—c. from the Daniel mine, near Schnee- 
berg. This peculiar variety c, in which part of the cobalt is replaced by 
lime, occurs in small, pearly, light rose-coloured, spherical masses, made 
up of needle-shaped, diverging crystals; it yields a white powder. When 
heated, it becomes violet but does not evolve arsenious acid. a, 6, and 
é were dried at 100° before analysis. The formula: 3CoO,AsO5+ 8Aq. 
corresponds to'that of Vivianite (p. 224). Kersten. 
~ Cobalt-coating, Kobaltbeschlag.— Botryoidal; kidney-shaped or massive; 
scaly or earthy; opaque, and varying in colour from peachblossom- 
red to pale rose-colour. Produced by the weathering of cobaltine, on 
which it immediately rests. May be regarded as a mixture of _cobalt- 
bloom and arsenious acid, often with a small quantity of cobalt-sulphate 
superadded, When gently heated, it first gives off water, then a large 
quantity of arsenious acid, but no metallic arsenic, and a yiolet (dirty 
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brown, if iron is present) residue, which dissolves in nitric acid, but (unless 
iron is present) without evolution of nitric oxide. The solution contains | 
arsenic acid, cobalt-oxide, and ferric oxide, but no arsenious acid. Hot 
water extracts the arsenious acid from this mineral, together with any 

cobalt-sulphate that may be present. The residue formed when the 
arsenious acid is extracted from cobalt-coating by the water of the mines, 
consists of cobalt-bloom. (Kersten, Pogg. 60, 251.) 
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a. is Cobalt-coating, from the Wolfgang-Maassen mine at Schneeberg;— 
6. from the Rohling mine at Annaberg ;—c. and d. from the Daniel mine 
at Schneeberg. | 

A basic arseniate of cobalt-oxide is found in commerce: 1. Prepared 
in the humid way; Chaux métallique. Carbonate of potash is added to a 
solution of cobalt-glance in nitric acid or aqua-regia, as long as a white 
precipitate of ferric arseniate continues to form, and the filtrate further 
treated with carbonate of potash, to precipitate the arseniate of cobalt- 
oxide.—2. Cobalt-glance is fused with twice its weight of potash; the 
fused-mass exhausted with water, which takes up sulphide of potassium, 
together with arsenic, iron, and potassium; the white regulus again fused 
with potash; the resulting blue slag used for the preparation of smalt 
(p. 346); and the arsenide of cobalt, which is thus obtained free from 
iron, is pulverized, and then roasted, first at a gentle heat, and afterwards 
at an intense heat, till it is converted into a reddish powder. 

6. Acid Salt.—The solution of the hydrate or terbasic arseniate of 
cobalt-oxide in excess of arsenic acid, yields, by evaporation in vacuo, 
peachblossom-coloured needles, arranged in stellate masses, and united in 
spherules, resembling cobalt-bloom but soluble in water. If pieces of 
calespar are suspended in the solution by a wire, small carmine-coloured 
needles, principally consisting of arseniate of lime, attach themselves to 
the calcspar. (Kersten, Pogg. 60, 266.) 


D. SuLPHARSENITE or CoBpatt.—2CoS,AsS*,— Dark brown precipi- 
tate, which gradually but completely settles down from the liquid, 
becomes black when dry, and dissolves in excess of the sodium compound. 
By distillation it yields orpiment, and leaves a grey, metallic, unfused 
mass, still containing sulphur and arsenic, and probably analogous to 
cobalt-glance. (Berzelius. ) 


E. SULPHARSENIATE OF CuBALT.—2CoS, AsS®.— Dark: brown pre- 
cipitate, black after drying, soluble in excess of the sodium-compound 
used as a precipitant, and forming a dark brown solution. (Berzelius.) 


F, Sutpuipe or Copatt with ARSENIDE oF CoBALT.— Cobalt- 
glance.—Belongs to the regular system, figs. 1, 2, 5, 18, 19. Cleavage 
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parallel to the cube-faces, Harder than apatite. Sp. gr. 6:2 to 6:3. 
Reddish silver-white, yielding a greyish-black powder.—Not altered by 
heating out of contact of air; when strongly ignited in an open tube, it 
gives off arsenious and sulphurous acid, and, according to Scheerer, 
leaves a dingy violet powder. When heated on charcoal before the 
blowpipe it emits a strong arsenical fume, and, after roasting for some 
time, may be fused to a greyish-white, brittle mass of arsenide of cobalt. 
After roasting it colours borax blue. (Berzelius.) Cobalt-glance heated 
_ to whiteness in a charcoal crucible, is first converted, with a loss of 32:2 
per cent. of AsS* (realgar), into Co?As, 2CoS: 


2(CoAs,CoS?) = AsS? + CotAsS? ; 


afterwards, by the continued application of a very intense heat, sulphur 
is evolved [in the form of bisulphide of carbon ?], and a residue of CotAs 
left behind, which, however, generally retains 5 or 6 per cent. of sulphur. 


100 parts of cobalt-glance ignited at a moderate heat with 500 parts of - 


lead yield: a, 398 parts of lead (containing 97 per cent. of lead together 
with sulphur, arsenic, cobalt, iron, and copper); and 6. 64°5 of arsenide of 
cobalt (containing 41°46 p.c. cobalt, 24°38 arsenic, 1:24 sulphur, and 
small quantities of iron, copper, and quartz). (Berthier, dnn. Chim. Phys. 
62, 116; also J. pr. Chem. 10, 15.) Cobalt-glance dissolves in nitric acid 
with evolution of heat and separation of arsenious acid. 
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J a. Massive cobalt-glance from Orawiteza in Upper Hungary.—d. A 


fibrous variety from the same locality. These two varieties contain veins - 


of gold and native bismuth; the bismuth amounting to 18 per cent. may 
be removed by the saw.—c. Cobalt-glance from Skutternd.—d. From the 
Morgenrithe mine at Siegen, previously regarded as massive Scheidkobalt. 
—e. Cobalt-glance in microscopic but distinct crystals, from the Phalipps- 
hoffnung mine at Siegen.—f. An ore from the Green Lion mine at Siegen, 
formerly denominated Fibrous Harthy Cobalt. (Jahresber, L. & K. 1847-8, 
1155; 1849, 720.) 

Many kinds of arsenical pyrites also contain cobalt. 
Huaseo in Chili, previously denominated Glaucodote by Breithaupt, has 


been found by Plattner to contain, in 100 parts, 


Co. Ni. Fe. 
24°774 . trace 11°900 


SiO?, 
trace. 


Ss. As, 
20°210 .... 43°200 


A variety from — 


i. 
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The mineral has therefore the composition of cobalt-glance, which it 


further resembles in giving only a trace of arsenic when heated in a glass 


tube closed at one end. Its formula is (Co, Fe)As+(Co, Fe)S*. 
(Jahresber, L. & K. 1849, 729.) 7 é 


CoBALT AND ANTIMONY. 


A. ANTIMONIDE oF CoBALt.—1 part of cobalt-powder and 2 parts of 
pulverized antimony heated together, unite with incandescence, and form 


an aggregated iron-grey mass, which acquires metallic lustre by pressure. 
(Gehlen.) 


B. ANTIMONITE oF CoBatt-ox1pE.—In the hydrated state, this 
compound forms a pale violet, bulky, non-crystalline powder; when 
ignited, it gives off water and becomes blackish-green; at a higher tem- 
perature, it emits a glimmering light and afterwards appears white. 
Slightly soluble in water. (Berzelius.) 


C. ANTIMONIATE OF CoBALT-OxIDE.—Formed by mixing an 
aqueous cobalt-salt with aqueous antimoniate of potash at a boiling heat. 
Crystalline powder, exhibiting a fine rose-colour, becoming violet-blue 
when heated, and blackish-grey when the water is completely removed. 
Glows vividly when ignited and appears reddish-white when cold. 
Slightly soluble in water. 


D. SULPHANTIMONIATE OF CoBALT.—8 CoS, SbS°.—By precipitating 
a cobalt-salt, which should be in excess, with Schlippe’s salt, a black 
precipitate is obtained, which gradually oxidizes in the air and is decom- 
posed by heated hydrochloric acid. (Rammelsberg, Pogg. 52, 236.) 


CoBALT AND TELLURIUM. 


A. TELLURITE oF CoBALT-oxIpE.—Dark purple precipitate. (Ber- 


_ zelius.) 


B. TELLURATE OF CoBaLt-oxipE.—Bulky, bluish-purple flakes, 


(Berzelius.) 


C. SULPHOTELLURITE oF CoBatt.—Black precipitate. (Berzelius.) 


CoBALT AND ZINC, 


A. Atuoy or Zinc AND Copatt.—l part of cobalt. powder and 2 


parts of zinc, heated together, emit a red light, and yield a grey, spongy 


compound, which acquires the metallic lustre by pressure. (Gehlen.) 


B, CospaLt-oxipE witH Zi1nc-ox1pz.—Rinman’s Green.—Formed by: 


. precipitating a mixture of zinc-sulphate and cobalt-sulphate with carbonate 
_of soda, and igniting the precipitate after thoroughly washing it.—2, By 


evaporating a solution of cobalt-nitrate to dryness with zinc-oxide or 
zine-nitrate, and igniting the residue.—Permanent green colour. 
VOL, V. | 2A 
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C. SurpHatr or CoBALT-oxIpE AND Z1Nc-ox1pE.—Large, red, four- 
sided prisms, which disintegrate in the air and yield a white powder. 
(Link, Crell. Ann. 1790, 1, 32.) wre 
CoBALT AND TIN. 
A. Attoy.—Light violet-coloured, somewhat ductile. 


B. StannaTE oF CoBALT-oxIDE.—By mixing stannate of potash with 
a dissolved cobalt-salt. Bluish precipitate, which becomes reddish by 
washing; dark brown and conchoidal in the fracture by drying; flesh- 
coloured by pulverization ; black by ignition; and light blue by exposure 
to a white heat. (Berzelius.) 


CoBALT AND IRON. 


Autoy.—Very hard and difficult to break. 


Otnrer Compounps oF CoBALT. 


With Nickel, Copper, Mercury, and Gold. 


CHAPTER XXXIV. 
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NICKEL, | 855 © 
SynonyME. Wiccolum, 


History.—Cronstedt in 1751 discovered nickel as a peculiar metal in 
the mineral called Copper-nickel (Kupfernickel). Its chemical relations 
have been chiefly investigated by Bergman, Richter, Proust, and 
Tupputi. 


Sources.—As arseniate of nickel-oxide, in Nickel-ochre; as sulphide 
of nickel, in Capillary Pyrites; as sulpharsenide of nickel, in Nickel- 
glance; as sulphantimonide, in Antimonial Nickel; as sulphide of bismuth 
and nickel, in Nickel-bismuth-glance; as sulphide of nickel and iron, in 
Nickeliferous Iron Pyrites; as arsenide of nickel, in Placodine, Copper- 
nickel and Arsenical Nickel; with antimony, as antimonide of nickel; 
with iron, in meteoric iron. In small quantity, in Needle-ore; in many 
specimens of Magnetic Pyrites and Tin-white Cobalt; in Cupreous Man- 


_ ganese; as green colouring principle in green Chrysoprase earth; in 


Chrysoprase, and as a mere trace in many kinds of Olivine. 


Preparation.—Principally from copper-nickel and from Cobalt-speiss. 
Cobalt-speiss is a deposit formed in the pots in which roasted tin-white 
cobalt mixed with copper-nickel is fused with carbonate of potash and 
pounded quartz, for the preparation of smalt in the blue-colour works; it 
collects below the blue glass in the form of a metallic alloy, the nickel 
not oxidizing so easily in roasting as the cobalt. It contains, besides 
nickel, principally iron, cobalt, manganese, bismuth, antimony, arsenic, 
and sulphur. The following are some analyses of cobalt-speiss: a. of 
unknown origin; 6, from the Bohemian Harz (J. pr. Chem. 9, 12); 
¢,; from Henninger’s German-silver works; this sample had been pre- 
viously purified; its structure was coarsely laminar. (Pogg. 50, 519.) 


a. Berthier. &. Anthon. ce. Francis. 
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The copper-nickel or the cobalt-speiss is generally roasted in a state of 
powder (at a gentle heat at first, to prevent it from baking together), 
whereby the greater part of the arsenic is removed, the nickel oxidated, 
and a saving of nitric acid thus effected. Since, however, the roasting 
process leaves a portion of the arsenic combined in the form of arsenic 
acid with the oxide of nickel, the roasted ore must be several times 


‘intimately mixed with charcoal dust and again roasted, as long as vapours 


of arsenic continue to be evolved. Erdmann moistens the roasted cobalt- 
speiss with water and places it in a cellar till it is converted into hydrate; 


it is thereby rendered more easily soluble. 


1. Laugier dissolves the roasted copper-nickel or the speiss in nitric 
acid, passes sulphuretted hydrogen through the dilute acid solution till all 


the arsenic, copper, bismuth, and antimony are i a filters 
| A 
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—precipitates all the iron, cobalt, and nickel with carbonate of soda— 
washes the precipitate thoroughly, and treats it first with oxalic acid and 
then with ammonia, as described on page 319, repeating the solution of the 
nickel-oxalate in aqueous ammonia, till the liquid which stands above the 
resulting precipitate no longer exhibits a rose-colour, and is almost 
wholly free from cobalt. . ; 

2. Berthier dissolves roasted cobalt-speiss or roasted copper-nickel— 
together with the quantity of iron found by previous experiments to be 
necessary for the separation of the arsenic acid—in boiling aqua-regia 
containing excess of nitric acid; evaporates the solution to dryness; 
treats the residue with water, which leaves a large quantity of ferric 
arseniate undissolved; and adds carbonate of soda to the filtrate, stirring 
all the while, till the precipitate begins to exhibit a green tint: the whole 
of the ferric arseniate is thereby thrown down, together with part of the 
cupric oxide. If the precipitate, which is white at first, does not ulti- 
mately turn brown, it is a sign that the quantity of ferric oxide present is 
not sufficient to carry down the arsenic acid with it; consequently, more 
sesquichloride of iron must be added, and the ferric oxide again cautiously 
precipitated by carbonate of soda. The filtrate is next treated with 
sulphuretted hydrogen to precipitate the rest of the copper; the liquid, 
filtered from the sulphide of copper, completely precipitated at a boiling 
heat by carbonate of soda; the precipitate, consisting of the carbonates of 
nickel and cobalt, thoroughly washed and diffused in water; chlorine gas 
passed through the liquid as long as it is absorbed; the solution exposed 
to the air to allow the excess of chlorine to evaporate, and then filtered. 
The filtrate contains chloride of nickel free from cobalt; it may be preci- 
pitated by an alkali. The whole of the cobalt remains on the filter in the 
form of protoxide, together with a portion of the nickel in the form of 
peroxide. If the cobalt were in excess, the residue on the filter would 
certainly consist wholly of cobalt-oxide; but in that case, chloride of 
cobalt would likewise be found in the filtrate-—Berthier’s older method 
differs from the preceding in the following particulars: No iron is added 
to the ore of nickel which is to be dissolved, but the solution obtained by 
evaporating to dryness and digesting the residue in water, is first mixed 
with carbonate of soda till the precipitate (of ferric arseniate) which is 
white at first, begins to show colour—then filtered—mixed with a quan- 
tity of ferric chloride sufficient to separate the arsenic acid—and again 
cautiously treated with carbonate of soda, which first throws down ferric 
arseniate together with oxide of copper, and afterwards hydrated ferric 
oxide. ‘The liquid is then filtered, and the rest of the iron precipitated, 
together with the nickel and cobalt, in order that the precipitate may be 
treated by Laugier’s method, with oxalic acid and ammonia; or the iron 
and cobalt are first thrown down by the cautious addition of carbonate of 
soda—then a mixture of cobalt and nickel—then, after filtration, pure 
nickel. If manganese is present, the last precipitation must be made in 
the cold, otherwise the manganese will not be retained in solution. 

Tupputi dissolves the pounded speiss in 22 parts of nitric acid and an 
equal quantity of water, whereupon the sulphur separates out; evaporates 
the solution till the greater part of the arsenious acid is precipitated; filters; 
and mixes it while yet warm with carbonate of soda or potash, stirring — 
all the while, till the precipitate—which is at first yellowish-white, con- 
sisting of ferric arseniate, and afterwards rose-coloured, consisting of 
cobalt-arseniate, together with small quantities of cupric and manganous 
arseniates—begins to turn green. The-solution is then filtered; mixed 
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with a small quantity of acid and a very large quantity of water, and the 
arsenic precipitated by sulphuretied hydrogen, the passage of the gas 
being continued till the liquid saturated with it retains its odour after 
being kept in a stoppered vessel for 24 hours; it is then again filtered, 
boiled, and the nickel precipitated in the form of carbonate by means 
of a carbonated alkali. According to Laugier, the nickel-arseniate goes 
down together with the cobalt-arseniate, and the nickel precipitate 
_ obtained at the end of the process is still mixed with cobalt and iron. 
The solution of the speiss in nitric acid may likewise be diluted with 
water, precipitated by sulphuretted hydrogen, and boiled—the filtrate 
[after further boiling to bring the iron to a higher state of oxidation | 
mixed with a quantity of potash sufficient to precipitate a small portion of 
the nickel, together with the whole of the iron, so that the precipitate 
appears brown after boiling for some time, but has green flakes mixed 
with it;—then heated with such a quantity of potash that the liquid 
merely retains a pale green colour—and afterwards boiled for half-an- 
hour. Since cobalt-oxide has a stronger affinity for nitric acid than 
nickel-oxide, the former is wholly taken up by the liquid, and the nickel- 
oxide is completely or almost completely precipitated. (Anthon, Repert. 
59, 44.) This method is uncertain; if too much potash is added, or if 
too much cobalt is present, the cobalt is not completely dissolved on 
boiling; besides it becomes more highly oxidized on exposure to the air, 
and then no longer exerts a precipitating action on the oxide of nickel 
which remains in solution. (Berzelius, Jahresber. 18, 152.) : 

4, The roasted speiss is mixed with a quantity of nitric acid not 
sufficient to dissolve it—the liquid diluted with water, after the action 
has gone on for a sufficient length of time, either in the cold or with the 
aid of heat—then decanted from the precipitated basic bismuth-salt, and 
heated to the boiling point (on the large scale, it is boiled in a copper 
vessel). Milk of lime is then added in small portions, till a filtered 
sample exhibits, no longer a pale green, but a bluish-green colour, and 
gives with potash a precipitate, which, when heated on charcoal before 
the blowpipe, yields an infusible mass of spongy nickel. As long as the 
reduced nickel continues fusible, arsenic is present, and further addition 
of lime is necessary; it is best to add the lime in slight excess, in order 
to insure the complete separation of the arsenic.—The liquid is then 
filtered, and the nickel precipitated by milk of lime free from iron, 
(Erdmann. ) ; 

5. Proust heats roasted copper-nickel with dilute sulphuric acid, and 
adds carbonate of potash to the filtered solution, to precipitate arseniate 
of ferric oxide, till iron can no longer be detected in the liquid by ferro- 
cyanide of potassium. The liquid is then filtered again, and sulphuretted 
hydrogen passed through it, to precipitate arsenic, copper, and bismuth, 
till it is so far saturated as to retain the odour of the gas after being kept 
for 24 hours in a closed vessel. The liquid, once more filtered and then 
evaporated, yields crystals chiefly consisting of sulphate of nickel-oxide 
and potash, while the cobalt-salt, for the most part, remains in solution; 

the former is repeatedly dissolved and recrystallized to free it from 
adhering cobalt-salt, and its solution afterwards treated with carbonate of 
potash, which precipitates the nickel in the form of carbonate.—Thomson. 
(Ann. Phil. 14, 144) digests pounded speiss with dilute sulphuric acid, 
frequently adding nitric acid as long as the latter exhibits any action; 
he then decants the green solution from the arsenious acid, then eva- 
porates and cools it, whereupon nearly pure nickel-sulphate separates 
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out. The mother-liquid, no longer capable of yielding crystals, is freed 
from arsenious acid by sulphuretted hydrogen, and when subsequently 
evaporated, again deposits crystals of nickel-sulphate. The whole of the 
erystals are then purified by repeated solution and crystallization, and 
the salt afterwards decomposed by carbonate of potash. 

6. The roasted speiss is made up into a paste with oil of vitriol, and 
exposed to a heat, gentle at first, but gradually rising to redness, in order 
to decompose the remaining sulphates. The mass,’while still hot, is then 
exhausted with water; sulphate of potash (the residue of the nitric acid 
manufacture) is dissolved in the heated filtrate; the liquid evaporated and 
cooled till it yields crystals of nickel-oxide and potash; the crystals 
gently ignited to render the adhering ferric arseniate insoluble, and after- 
wards dissolved in water; and carbonate of nickel-oxide precipitated 
from the filtrate by the addition of carbonate of potash. This process 
yields perfectly pure nickel, but the sulphuric acid does not extract the 
whole of the nickel from the speiss; moreover, the crystallization is 
tedious. 

7. One part of carefully roasted speiss is mixed with 1 pt. of pounded 
fluorspar, and from 3 to 32 pts. of oil of vitriol, and heated in a leaden 
vessel to a temperature above 100°, the mixture being constantly stirred, 
and the heat continued till it is dry; care must be taken not to inhale any 


vapour of fluoride of arsenic. It is then taken out, broken up, and burnt » 


at a moderate heat in a reverberatory furnace; the product exhausted 
with boiling water; the liquid filtered from the gypsum; and the ferric 
oxide contained in it precipitated in the ordinary way. The filtrate still 
gives a yellow precipitate with sulphuretted hydrogen, but the precipi- 


tate does not contain arsenic. (Liebig, Pogg. 18,166.) Further purifica- 


tion from lime and cobalt is required. According to Duflos, a platinum 
dish must be used instead of the leaden vessel, if it be required to drive 
off all the arsenic, because the lead reduces part of the arsenic to the 
metallic state. 

8. Roasted speiss is dissolved in strong hydrochloric acid, the liquid 
filtered and evaporated to dryness, and the residue heated nearly to red- 
ness, and afterwards exhausted with water. Arseniate of ferric oxide is 
then left undissolved, accompanied by the arseniates of nickel- and 
cobalt-oxide, if the quantity of ferric oxide added is not sufficient to take 
up the whole of the arsenic acid. The solution contains chloride of 
nickel, which, however, requires further purification. (Berzelius.) 

9. Roasted speiss is digested in hydrochloric acid, which leaves 
nothing undissolved but 3 or 4 per cent. of sulphur, and a few granules 
which have retained the metallic state; the liquid is diluted with water, 
and separated by filtration from the precipitated oxychloride of bismuth; 
the filtrate heated to the boiling point; aqueous sesquichloride of iron 
added to it, and then milk of lime in small portions—the boiling being 
still continued, till a sample taken out of it exhibits the characters 
described in (4); and the nickel precipitated from the filtrate by milk of 
lime free from iron. Inapplying this method also, it is better to use too 
much chloride of iron and milk of lime, than too little; it is preferable to 
the 4th and 6th methods, and may be used in the preparation on the 


large scale. (Erdmann.) 
10. Unroasted cobalt-speiss is treated as described in the preparation 


of cobalt (p. 318, 6); the resulting sulphide of nickel (which appears free 
from arsenic after being once fused with sulphur and carbonate of potash, — 
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and then washed out with water) dissolved in nitric or nitrosulphuric 
acid, and subjected to further treatment. (Wohler, Pogg. 6, 227.) i 

11. One hundred parts of pounded speiss are fused with 40 parts of 
nitre, The mixture becomes red-hot, swells up a little, and fuses com- 
pletely at a stronger heat, yielding (1) an upper layer of slag, which is 
brown, translucent, crystalline, and consists of sulphate of potash, with a 
small quantity of cobalt; (2) a compact, greyish-black, lower stratum of 
slag, containing small quantities of cobalt and iron: and (8) a regulus 
amounting to 84 parts, and consisting chiefly of nickel and arsenic. 
—This, when pulverized and again ignited with 33°6 parts of nitre, 
yields (1) a partly blue, partly greyish-black slag, containing iron, cobalt, 
and a small quantity of nickel; and (2) a regulus amounting to 58°8 parts, 
partly divided imto granules.—This, when again fused with 23°5 parts of 
nitre, yields a greyish-green slag, rich in nickel, but poor in cobalt, and 
a regulus amounting to 35°3 parts, and consisting wholly of nickel and 
arsenic. In the third fusion, a somewhat smaller quantity of nitre may 
be used, in order to avoid the loss of nickel.—To obtaim pure nickel 
from the arsenide thus produced, three methods may be adopted: (a.) The 
_ pounded regulus is roasted as long as arsenic continues to be evolved; 
the residue, together with ,th of iron, is dissolved in aqua-regia; the 
solution evaporated to dryness at a gentle heat; the residue dissolved in 
water, which leaves the greater part of the ferric arseniate undissolved; 
the remainder of the ferric arseniate precipitated from the filtrate by 
cautious addition of carbonate of ammonia; the liquid filtered from this 
precipitate, treated with sulphuretted hydrogen to precipitate any copper 
or lead that may be present; the solution again filtered and evaporated 
to dryness; and pure protoxide of nickel obtained from the residue by 
ignition.—(b.) 1 part of pounded arsenide of nickel is fused with 13 pts. 
nitre and 2 pts. carbonate of potash (or with 8 or 10 parts of litharge, or 
with a much smaller quantity of lead-nitrate); the fused mass washed 
with water; the residue, together with a small quantity of iron, dissolved 
in nitric acid; the solution treated as in a; and finally the nickel pre- 
cipitated by carbonate of soda.—(c.) 1 pt. of arsenide of nickel is fused 
at a white heat with 14 pt. dry carbonate of soda, 1 pt. sulphur, and 
5 charcoal; the sulphide of nickel, which unites into a cake, separated 
from the slag, and again fused in the same manner with 4 pt. carbonate 
of soda, 1 sulphur, and 1, charcoal; the cake separated from the slag, 
repeatedly exhausted with water, which still takes up a large quantity of 
sulpharseniate of sodium, and leaves the nickel-sulphide in the form of 
metallic spangles; and finally acted upon by dilute sulphuric acid, which 
does not attack the sulphide of nickel. The sulphide of nickel thus puri- 
fied, is dissolved in aqua-regia; the liquid evaporated to dryness; the 
residue digested in water; any copper and lead that may be present, 
precipitated by sulphuretted hydrogen; the liquid filtered and evaporated; 
and pure nickel-oxide obtained from the residue by ignition. (Berthier.) 

12. One part of unroasted speiss in the state of fine powder is mixed 
with 2 pts. litharge, and rapidly heated in the wind-furnace till it fuses. 
The sulphur burns; the more oxidable metals are converted into slag; and 
- the less oxidable nickel settles at the bottom, in combination with arsenic. 
If it still contains cobalt, the latter is removed by pounding the regulus 
very finely, sifting it through fine silk, and again fusing it with 1 or 2 pts. 
of litharge. 100 parts of speiss thus treated yield from 50 to 60 parts of 
pure arsenide of nickel, which may be treated as in (10). “The cobalt and 
nickel contained in the lead-slag produced in this process may likewise be 
separated out. (Berthier, Ann. Chim. Phys. 33, 49.) 
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13. Hermbstadt’s method (p. 319) may likewise be applied to the 
separation of nickel. | 

14. Commercial oxide of nickel may be purified by digesting it in a 
quantity of hydrochloric acid not quite sufficient to dissolve it (the ferru- 
ginous nickel-oxide is then left undissolved) ; treating the filtrate with 
sulphuretted hydrogen, to precipitate copper and arsenic; filtering again 
and boiling, with addition of nitric acid at last, to bring the iron toa higher 
state of oxidation; mixing the solution with acetate of potash, and boiling 
again to precipitate the ferric oxide completely; and passing sulphuretted 
hydrogen through the filtrate, whereby the greater part of the nickel is 
precipitated, together with a trace of cobalt. The remaining portions of 
the nickel and cobalt may be obtained from the filtrate by precipitating 
with sulphide of ammonium which has turned yellow; digesting in acetic 
acid, which re-dissolves the manganese; and collecting the precipitate on 
a filter. (Wackenroder, V. Br. Arch. 16, 128.) 

| 15. The following method is adopted in a manufactory at Bir- 
mingham for separating nickel and cobalt from the Hungarian speiss, con- 
taining 6 per cent. of nickel and 3 p.c. of cobalt. The ore is first fused. 
with chalk and fluorspar—the slag thrown away—and the fused product 
ground to powder, and roasted for 12 hours in a reverberatory furnace, 
till no more fumes of arsenious acid are given off. The roasted. product 
then dissolves almost completely in hydrochloric acid. The solution is 
diluted with water, mixed with chloride of lime, to convert the iron into 
sesquioxide, and with milk of lime to precipitate that oxide together with 
the arsenic. ‘The precipitate (which is of no further use) is then washed, 
and sulphuretted hydrogen passed through the clear liquid, till a filtered 
sample gives a black precipitate on the addition of ammonia. The pre- 
cipitated sulphides (which are likewise of no further use) having been 
washed with water, the solution is next treated with chloride of lme to 
precipitate the cobalt, and then with milk of lime to throw down the 
nickel. The cobalt-precipitate is converted either into sesquioxide by 
gentle ignition, or into protoxide by strong ignition, and sent into the 
market in one or other of these forms: it is said to be very pure. The 
precipitated nickel is reduced by charcoal, and sold to the manufacturers 
of German silver. (Louyet, V. J. Pharm, 15, 204.) 


For the separation of Nickel from Cobalt, the methods described on 
pages 319, 820, may be used. With regard to method (4) the following is 
to be observed : The acid solution mixed with cyanide of potassium till 
the precipitate re-dissolves, and then gently warmed, is to be boiled for at 
least an hour with a very large excess of hydrochloric acid; by this means 
the precipitated cyanide of nickel is dissolved in the form of chloride, 
while double cyanide of cobalt and nickel remains upon the filter. (Liebig.) 
To separate Nickel from Manganese, the acid solution is mixed with a 
sufficient quantity of acetate of soda; the greater part of the nickel: preci- 
pitated by sulphuretted hydrogen; the filtrate freed by evaporation from 
the greater part of the excess of acid, then largely diluted, and the metals 
precipitated by sulphide of ammonium added in large excess. The mix- 
ture is then supersaturated with acetic acid, which re-dissolves the preci- 
pitated sulphide of manganese, and the sulphide of nickel collected after 
a few minutes on the filter, and washed with water containing sulphuretted 
hydrogen. (Wackenroder, WV. Br. Arch. 16, 126.) The second method for 
the separation of cobalt from manganese may likewise be applied in this 
ase, ; 
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Reduction.—1. Pure protoxide of nickel, or its carbonate, is intro- 
duced into a covered charcoal crucible—either alone or made up into a 
stiff paste with oil, and, according to Berthier and Erdmann, under a 
layer of glass—and exposed to the heat of a blast-furnace. The nickel 
thus reduced takes up a small quantity of carbon, and likewise forms 
more or less nickel-graphite. If the fire be kept as low as possible, the 
reduction gradually extends from without inwards, and a grey, porous 
nickel is formed, containing but little carbon. When large quantities are 
to be reduced, a mixture of 100 parts nickel-oxide and 8 or 10 charcoal 
powder is closely pressed into an unluted earthen crucible, and very strongly 
ignited, (Berthier.)—2. The same mixture is heated alone in the pottery- 
furnace. (Richter.) In this case, carbonic oxide is the reducing agent. 
--3. Or it is exposed to the flame of the oxyhydrogen blowpipe. 
—4. Hydrogen gas is passed over the ignited oxide. In this case the 
metal remains pulverulent.—5. Oxalate of nickel-oxide, or oxalate of 
nickel-oxide and ammonia, is heated to redness under a stratum of pounded 
glass not containing any heavy metal. (Débereiner, Berzelius.) 


Properties. — Fused nickel reduced by (1) has a density of 8°38 
(Tupputi), the density of that obtained by (2) is 8'279 according to 
Richter, and 8-402 according to Tourte (VV. Gehl. 7, 442); of that pre- 
pared by (5), the density is 8°637 (Brunner, Kastn: Arch. 14, 177) ; 
while that reduced by (1) has a density of 9°0, according to Vauquelin 
and Hauy. Hammered nickel reduced by (1) has a density of 8°82 
(Tupputi), and the density of that obtained by (2) is 8°666 according to 
Richter, and 8°932 according to Tourte.—Nickel reduced by (2) is hard 
and susceptible of a high polish, perfectly ductile, and may be hammered, 
either cold or hot, into plates ;4, of an inch in thickness, and drawn out 
into wires =), of an inch in diameter. (Richter.) It. wears a file very 
rapidly. When bent, it becomes hot and exhibits an indented fracture 
(Tourte.) Its malleability is diminished by admixture of carbon or 
manganese. Nickel obtained by (1) is often less ductile than zinc 
(Tupputi); it is brittle in the cold, somewhat’ extensible at a red heat : 
that obtained by (5) yields to the hammer at first, but afterwards flies 
asunder, into pieces exhibiting a strongly lustrous, coarse-grained frac- 
ture (Brunner) ; it is brittle. (Geitner, Schw. 48, 147.)—The colour of 
nickel is silver-white, inclining to steel-grey ; it has a strong lustre. 
According to Richter, nickel may be welded; but according to Tourte, 
it welds but imperfectly. Nickel obtained by (2) is at least as difficult 
of fusion as manganese. (ichter.) That obtained by (1) [probably from 
admixture of carbon] fuses more readily than manganese (Tupputi); as 
easily as cast-iron (Hrdmann). That obtained by (1) contracts strongly 
in solidifying, so that the solid mass exhibits a depression on its upper 
surface. (Gm.)—It is attracted by the magnet, and may be rendered mag- 
netic by the same means as iron. According to Tupputi, its magnetic 
power is somewhat less than that of iron; according to Lampadius, the 
magnetic power of nickel is to that of iron as 35 : 55; according to Wol- 
laston, as 2—3 :8—9, Its magnetic power is destroyed by repeated 
ignition. (Tourte.) 
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Compounds of Nickel. - 
NICKEL AND OXYGEN. 
A. Nicxen-ox1pE, NiO. 


Protowide of Nickel, Nickeloxydul; formerly Nickeloxyd. 


Formation.—1. Nickel does not oxidate in the air at ordinary tem- 
peratures, even though the air be damp (Richter) ; at a higher tempera- 
ture, it tarnishes on the surface, and exhibits different colours, like steel 
(Tourte), and at a red heat becomes covered with a greenish-grey oxide. 
When kept at a red heat for a considerable time, it is almost wholly con- 
verted into a brown, brittle mass, which is either a mixture of the prot- 
oxide with metallic nickel—inasmuch as it is attracted by the magnet— 
or a suboxide. (Tupputi.) Nickel reduced by hydrogen at a gentle heat 
takes fire when exposed to the air after cooling. (Magnus. ) On a glowing 
coal fed with oxygen gas, nickel burns with emission of vivid sparks 
_ (Tourte); and a nickel wire introduced into oxygen gas with a piece of 
red-hot charcoal at the end, burns for a short time with emission of 
sparks. (Berzelius.)—2. Nickel does not decompose water at ordinary 
temperatures. (Tupputi.) Ata red heat, it decomposes aqueous vapour 


very slowly, becoming covered with finely crystallized oxide of a light | 


olive-green colour. (Regnault, Ann. Chim. Phys. 62, 852.) It dissolves 
very slowly, and with evolution of hydrogen, in dilute phosphoric, sul- 
phuric, or hydrochloric acid, hydrogen being evolved and a salt of the 
protoxide formed. (Tupputi.)—3. Nitric acid oxidizes nickel very easily, 
with evolution of nitric oxide gas; heated oil of vitriol (according to 
Tupputi) oxidizes it with great difficulty, sulphurous acid being evolved. 
The oxide of nickel formed in these cases unites with the acid.—4. Red- 
hot nickel is oxidized by nitre. 


Preparation —By igniting the hydrated oxide or the carbonate in a 
close vessel. The protoxide of nickel thus obtained is mixed with per- 
oxide, from which it may be freed by heating it to 100° in a stream of 
hydrogen. (Erdmann. ) 

Properties.—Small crystals of a light olive-green colour (Regnault, 


vid. sup.); green-greyish yellow powder (Erdmann); when formed at a 
white heat, it is an olive-green powder (Berthier). Blackish-grey. 


(Tupputi.) Not magnetic. Specific gravity of the crystallized oxide, | — 


6-605. (Genth.) 
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Decompositions.—Reduced. to the metallic state by ignition with char- 
coal, carbonic oxide gas, or hydrogen gas, or with potassium or sodium (at 


oS Bess vy 


NICKEL-OXIDE. . 363 


a temperature somewhat below the melting points of these metals, and with 
vivid incandescence); when heated with sulphur, it is converted into sul- 
phide. Protoxide of nickel is reduced to the metallic state by hydrogen, 
at the same temperature as that at which it oxidizes in an atmosphere of 
aqueous vapour. (Despretz.) A mixture of equal volumes of carbonic 
oxide and carbonic acid gases reduces the oxide of nickel to the metallic 
state, and has no action on the metal itself. (Laurent.) Richter found that 
oxide of nickel is reduced to the metallic state in the pottery furnace, and 
therefore included nickel among the noble metals. But the suggestion 
thrown out by Gmelin, that the reduction is due to the carbonic oxide 
gas diffused through the furnace, has been confirmed by Liebig & Wéhler 
(Pogg. 21, 584), and by Laurent (Ann. Chim. Phys. 65, 425). When 
heated on charcoal in the inner blowpipe-flame with a large quantity of 
carbonate of soda, the oxide is reduced and sinks into the charcoal ; and 
on removing the charcoal by trituration and levigation, the reduced metal 
is obtained in silver-white, magnetic particles; if only a small quantity of 
carbonate of soda is used, the reduced nickel remains on the surface of 


the charcoal, and must be freed from carbonate of soda by washing, 
(Berzelius. ) 


Combinations. — a. With Water.— Hypratep NIcKEL-oXIDE, or 
NICKEL-HYDRATE.—Formed by decomposing a dissolved nickel-salt with 
potash or soda; by heating an insoluble nickel-salt with aqueous potash- 
or soda-solution, and dissolving out the alkali with boiling water; or by 
heating the compound of nickel-oxide and ammonia. The hydrated 
oxide usually takes the form of apple-green, bulky flakes; it is nearly 
tasteless; slightly soluble in water. (Tupputi.) Gives off its water when 


strongly heated, but not by mere boiling with water. (Proust, A. Gehl. 
6, 580.) 
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7 According to Schaffner, however, the hydrate contains only 76 per cent. 
of nickel-oxide, and its formula is 4N10+5Aq. (Ann. Pharm. 51,179.) 1 


6. With Acids, forming the Satts or NicKEL-ox1pDE, or NICKEL-SALTs. 
—The affinity of nickel-oxide for acids is considerable, but not so great 
as that of cobalt-oxide, The salts are obtained by dissolving the metal 
or the peroxide in the stronger acids; by treating the pure or hydrated 
oxide or the carbonate with acids ; by double decomposition, &c. Prot- 
oxide of nickel dissolves in sal-ammoniac, with evolution of ammonia. 


_(Demargay.) Nickel-salts are generally yellow or greyish-yellow in the 


anhydrous state, and emerald-green or apple-green when hydrated, unless 
the acid itself has a peculiar colour. Marks made on paper with the 
solution turn yellow when heated, and lose their colour again on cooling. 
Soluble nickel-salts, even when the acid is perfectly saturated, redden 
litmus ; they taste rough and sweetish at first, and afterwards metallic, 
and exert an emetic action. The insoluble salts have also a metallic taste, 
but not so powerful. Nickel-salts which contain a volatile acid part with 
it at a red heat; the sulphate, however, is decomposed with difficulty. 
With fluxes before the blowpipe they exhibit the same characters as the 
oxide. Zine powder added in excess to a solution of sulphate or chloride 
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of nickel (or of cobalt) sets hydrogen free, and precipitates the whole of 
the metal in the form of a black magnetic powder. (Becquerel.) Zinc’ 
added to a solution of nickel throws down green flakes and liberates 
hydrogen till a double salt of zinc and nickel is formed. (Tupputi.) 
Fischer (Pogg. 9, 265; 22, 495) likewise obtained green gummy flakes 
with cadmium and tin, but not when the nitrate of nickel-oxide was used. 

Hydrosulphuric acid produces no precipitate in solutions of nickel- 
oxide in the stronger mineral acids, unless the acid is saturated as com- 
pletely as possible; in that case, it throws down a small quantity of black 
hydrated sulphide of nickel ; but the slightest excess of acid prevents the 
precipitation. From nickel-salts containing vegetable acids—the acetate, 
for example—hydrosulphuric acid throws down the greater part of the 
nickel. Acetate of nickel-oxide is completely precipitated by hydro- 
sulphuric acid. (Robiquet, Ann. Chim. Phys. 69, 285.) According to 
Wackenroder, the precipitation is not quite complete, and ceases as soon 
as the excess of acetic acid reaches a certain limit. Nickel-salts containing 
mineral acids, but converted into acetates by the addition of acetate of soda, 
are almost entirely decomposed by hydrosulphuric acid. The sulphide of 
nickel, when once precipitated, is but very sparingly re-dissolved by dilute 
mineral acids—somewhat more freely by cold concentrated acids—and 
scarcely, if at all, by dilute acetic acid. Hence strongly acidulated nickel 
solutions yield a permanent precipitate with an alkaline hydrosulphate 
even in very small quantity. (Wackenroder, VY. Br. Arch. 16,123.) Alka- 
line hydrosulphates precipitate nickel-salts completely; hydrosulphate of 
ammonia, however, retains a portion of the sulphide of nickel in solution— 
for a while at least—forming a dark-coloured liquid. The hydrosulphate 
of ammonia, in proportion as it is converted by contact with the air into 
hydrosulphite, deposits sulphide of nickel, probably containing more than 
one atom of sulphur, and therefore insoluble in hydrosulphate of ammonia. 
Hence chloride of nickel supersaturated with ammonia, forms, with hydro- 
sulphate of ammonia, a liquid which is black [brown] at first, but slowly 
becomes clear by exposure to the air (immediately on the addition of 
acetic acid). Hydrosulphate of ammonia containing hydrosulphite (¢. g. 
Beguin’s Spirit) precipitates nickel-solutions, either acid or ammoniacal, 
completely and immediately, so that a colourless filtrate is obtained. 
(Wackenroder.) Hydrated sulphide of manganese and sulphide of cobalt 
likewise throw down hydrated sulphide of nickel from solutions of nickel- 
salts. (Anthon.) 

Ammonia added in small quantity, even to neutral nickel-salts, pro- 
duces but a very slight turbidity, and when its quantity is increased, 
changes the green colour of the solution more and more to blue, and | 
ultimately to violet. The violet liquid may be supposed to contain 
ammoniacal oxide of nickel (niccolate of ammonia) together with another 
nickel-salt. So long as the quantity of ammonia ts less than sufficient to 
saturate both the acid contained in the nickel-salt and the oxide of 
nickel, the liquid probably contains a certain quantity of undecomposed 
nickel-salt, as well as niccolate of ammonia and the other ammoniacal 
salt. The blue liquid, when exposed to the air, deposits, in proportion as 
it gives off ammonia and takes up carbonic acid, a green compound of 
carbonic acid, nickel-oxide, and ammonia.—Potash and soda added to 
nickel-salts completely precipitate the oxide in the form of an apple- 
green hydrate, containing a portion of the alkali, but insoluble in excess. 
—-Carbonate of ammonia, potash, or soda, throws down a pale green pre- 
cipitate, which is but slightly soluble in excess of carbonate of soda, even 
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when very highly concentrated, but easily soluble in carbonate of am- 
monia, with which it forms a greenish-blue solution.—Chlorine passed 
through the liquid converts the precipitate into hydrated peroxide, but 
does not dissolve it—-The carbonates of baryta, strontia, lime, and 
magnesia, do not precipitate nickel-salts in the cold, but completely on 
boiling. (Demargay.) According to Fuchs (Schw. 62, 191), carbonate of 
lime produces no precipitate in nickel-salts, even at a boiling heat.— 
Hydrated cobalt-oxide boiled with nickel-salts throws down hydrated 
oxide of nickel. (Anthon.)--Hydrated lead-oxide likewise decomposes 
the hydrochlorate and nitrate of lead-oxide at a boiling heat, and 
hydrated stannous oxide and mercuric oxide decompose the hydrochlorate. 
(Demarcay, Ann. Pharm. 11, 251.)—-Phosphate of soda forms a greenish- 
white precipitate with nickel-salts.—Sulphite of potash (but not sulphite 
of ammonia) at a boiling heat precipitates part of the oxide in the form 
of a basic salt. (Berthier.) 

Oxalic acid (not oxalate of potash) gradually decomposes the salts of 
nickel, throwing down nearly all the oxide in the form of a greenish- 
white, pulverulemt oxalate.—Hydrocyanic acid added to solutions of 
nickel in the weaker acids, completely precipitates the nickel in the 
form of white pulverulent cyanide. It decomposes the acetate com- 
pletely—the salts containing mineral acids partially—and the sulphate of 
nickel-oxide and. potash not at all by itself, but completely on the 
addition of acetate of soda; in the latter case, however, an excess of 
hydrocyanic acid re-dissolyes the precipitate. Cyanide of potassium 
precipitates all salts of nickel, but an excess of it renders the solution 
clear again.—Tincture of galls gives no precipitate with the sulphate or 
chloride of nickel, but with the acetate it forms a thick brownish-yellow 
precipitate. 

Those nickel-salts, which are insoluble in water, dissolve for the most 
part in hydrochloric or sulphuric acid.—The salts of nickel form double 
salts with many salts of ammonia, potash, and soda. 

ce. With ammonia, the fixed alkalis, the earths, and many heavy 
metallic oxides, as lead-oxide, ferrous oxide, ferric oxide, &c.,—inasmuch 
as the aqueous fixed alkalis added to an ammoniacal solution of nickel 
(niccolate of ammonia) throw down a compound of nickel-oxide and potash 
(niceolate of potash) ;—and when an acid solution of nickel-oxide and 
magnesia, alumina, lead-oxide, ferrous oxide, or ferric oxide is super- 
saturated with ammonia, the latter is unable to take up all the nickel. 


B. PEeroxipE oF Nicken. N1’°0°, 


Nickelschwarze, or Black earthy Nickel, is perhaps an impure form of 
this compound. 

Preparation.—1. By heating the nitrate of nickel-oxide not quite to 
redness. (Berzelius.)—2. By gently heating the carbonate in an open 
vessel, (Proust.) 

Black powder, the specific gravity of which, according to Herapath, 
is 4°846. 
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At a red heat, this compound gives off oxygen, and is converted into 
the protoxide; it dissolves in nitric and sulphuric acid, with evolution of 
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oxygen—in hydrochloric acid, with separation of chlorine—and in aqueous 
ammonia, with evolution of bubbles of nitrogen gas : in all these cases, a 
solution of the protoxide is formed. (Proust, Winkelblech, Ann. Pharm. 
13. 259. . | Ae 
Saintes Perowide of Nickel.—1. Formed by passing chlorine gas 
through water in which the hydrate or carbonate of nickel-oxide is sus- 
ended; with the anhydrous oxide the action is slower. (Proust, Lassaigne.) 
A third of the nickel dissolves in the form of chloride: _ 


3NiO + Cl = Ni?O* + NiCl. 


2. By heating one of the three compounds just mentioned with aqueous 
chloride of lime (Proust, Bottger) or chloride of soda (Demargay). 
Bromine-water likewise converts the protoxide of nickel into bromide 
and peroxide (Balard); and when a nickel-salt is placed in the circuit of 
a voltaic battery consisting of at least 100 pairs of plates, peroxide of 
nickel [hydrated ?] collects on the positive pole. (Fischer, Kastn. Arch. 
16, 219.) | 

Black mass, having a shining, conchoidal fracture; when diffused in 
water, it appears dark brown. | 
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The hydrate, when heated to redness, gives off oxygen and water, 
and leaves protoxide of nickel. All acids dissolve it with violence, 
and convert it into a salt of the protoxide; with cold aqueous oxalic acid, 
it is quickly converted into carbonic acid gas and green pulverulent nickel- 
oxalate. (Winkelblech.)—It may be boiled with caustic potash or soda 
without undergoing decomposition; but when boiled with water contain- 
ing a trace of acid, it gives off oxygen with violent effervescence. 
(Demargay, Ann. Pharm. 11, 251.) ? 


NICKEL AND CARBON. 


A. Carprpror Nicxen.—da. To this head belongs the nickel described — 
at (1) page 361, obtained by reducing the protoxide with charcoal.— 
b. Nickel fused upon charcoal before the oxy-hydrogen blowpipe, takes up 
carbon, which renders it brittle, and gives it a brass-yellow colour; but. 
it remains magnetic. (Débereiner, V. 77. 4, 1, 293.)—c. The magnetic ~ 
residue obtained on igniting the cyanide of nickel, is either a mixture or — 
a compound of nickel and carbon.—d. Nickel-graphite.—W hen nickel is 
reduced with charcoal, the resulting metallic button is found to be covered 
with softly crystalline, steel-grey scales, which leave a stain when rubbed, — 
are greasy to the touch, and dissolve in nitric acid. (Will. Ross, & Irving, 
Ann. Phil. 18, 62,and 149.) Probably pure carbon. 


B. Carponate oF Nicken-oxipE, or NickeLt-CarBoNATE.—1. a. 
Basic Carbonate.—a. Emerald-nickel, Nickelsmaragd.—Occurs in the form 
of astalactitic crust on chrome-iron-ore in Texas, and in Lancaster county, 
Pennsylvania; known to American mineralogists, since 1846, by the name — 
of Green-onide of Chromium. Amorphous, with an uneven, somewhat scaly 
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fracture. Hardness between calespar and fluorspar. Sp. or, from 2°5% 
to 2°693. Emerald-green, with strong vitreous lustre and yellowish. 
green streak, Heated in a flask, it gives off water, and turns blackish- 


grey. Dissolves readily in hydrochloric acid, leaving a residue of chrome- 


iron. (S¢zl. Am. J. [2], 6, 248.) 
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8. Hydro-nickel-magnesite.—A mineral allied to the preceding, and 
occurring in the same localities, on serpentine. It contains magnesia in 
addition to the preceding constituents. It has not been analyzed quanti- 
tatively. (Shepard, Sill. Am. J. [2] 6, 250.) 49 


6. Monocarbonate-—The protoxide and its hydrate absorb carbonic 
acid from the air, and acquire a green colour in consequence. (Proust.) 

When a nickel-salt is precipitated by an alkaline carbonate, pale 
apple-green flakes are obtained, which, after washing and drying, some- 
times form a loose, earthy, pale green mass, having a faint metallic taste, 
sometimes, especially after continued washing with boiling water, a thick 
blackish-green mass, having a conchoidal, waxy fracture.—The salt thus 
obtained is always basic; but its proportions of base, acid, and water vary 
considerably, accordingly as monocarbonate or bicarbonate of potash has 
been used as the precipitant, and according to the composition and tempe- 
rature of the mixture, and the temperature of the wash-water ; this will 
be seen from the following statements : a. Precipitated by bicarbonate of 
potash : greenish-white, falls to pieces, and forms a white powder when 
exposed to sunshine.—0. Precipitated by monocarbonate of potash. (Ber- 
thier.) [These precipitates were probably merely dried in theair. |—c. Pre- 
cipitated by bicarbonate of potash from a tolerably concentrated solution 
of chloride of nickel kept in constant ebullition. The gelatinous preci- 
pitate, after being washed with warm water, shrinks together strongly 
on drying; it is green and dotted with white specks; dried over oil of 
vitriol in vacuo.—d. The dilute solution precipitated with a slight excess of 


- monocarbonate of potash. One part a washed with cold, the other 8 with 


boiling water; both dried in vacuo over oil of vitriol.—e. Precipitated 
from a tolerably concentrated and boiling solution with twice the quantity 
of monocarbonate of potash required for precipitation; the precipitate 
after drying in the air, loses no more weight by drying in vacuo.—f. The 
same as d, but the solution more dilute, and the precipitate washed with 
boiling water; dried as above.—g. Precipitated from a moderately-con- 
centrated solution by carbonate of potash; the precipitate merely dried 
in the air. (Setterberg, Pogg. 19, 56.) 
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NICKEL AND Boron. 


Borate or NicKEL-ox1pE.—Borax throws down from nickel salts @ 
_ pale apple-green powder, not soluble in water, but soluble in sulphuric, 
hydrochloric, and nitric acid (Tupputi); it fuses into a hyacinth-coloured 
glass. (Berzelius.)—Sexborate of soda likewise forms a greenish preci- 
pitate with nickel-salts, 


NIcKEL AND PHOSPHORUS. 


A. Puospnipr oF NickEet.—a. Containing but a small quantity of 
Phosphorus.—1. Formed by passing phosphorus vapour over red-hot 
nickel (H. Davy); or by throwing pieces of phosphorus on red-hot nickel 
(Pelletier). —2. By fusing nickel with glacial phosphoric acid and charcoal 
powder (Pelletier); or from 6 to 8 parts of nickel-filings or nickel-oxide in 
a charcoal crucible with 10 pts. bone-ash, 5 quartz-powder, and 1 charcoal 
(Berthier).—Silver-white, brittle; exhibits an acicular structure, according 
to Pelletier—laminar, according to Lampadius and Berthier. Much more 
fusible than nickel; not magnetic. The phosphorus burns when the 
compound is heated in the air. 
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b. Triphosphide.—1. By heating chloride of nickel in a current of 
phosphuretted hydrogen gas.—2. Similarly, with sulphide of nickel.— 
Prepared by (1); black, insoluble in hydrochloric acid, but easily decom- 
posed by and dissolved in nitric acid. (H. Rose, Pogg. 24, 322.) 
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B. HypopnospuitE oF NiIcKEL-OXIDE, or NICKEL-HYPOPHOSPIITE.— 
The solution prepared like that of the corresponding cobalt-salt, and: 
evaporated in vacuo, yields less distinct green crystals, which appear to: 


ite 


be cubes. These crystals, when heated in a retort, give off water at first: 
and turn yellow—then swell up violently, and give off a gas which does: 


not take fire spontaneously, but blackens silver-solution strongly, and. 
burns with a bright phosphorus-flame when set on fire—and finally 
leave a residue of nickel-phosphate blackened by the admixture of some: 
phosphoric compound, and insoluble in hydrochloric acid. (H. Rose, Pogg.. 
12, 91.) | 


C. PuHospHite oF NIcKEL-OxIDE, or NICKEL-PHOSPHITE.—Terchloride: 
of phosphorus dissolved in water, neutralized by ammonia, and then: 
mixed with a neutral solution of chloride of nickel, deposits this salt,. 
after a while, in crystalline scales. The mother-liquid, which is still some- 
what greenish, and likewise the greenish wash-water, yield an additional: 
precipitate when boiled, but still retain a slight greenish tint. The dried 
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salt heated in a retort, is decomposed’ without visible combustion, and 
yields water and hydrogen gas free from phosphorus. (H. Rose, Pogg. 
9, 41.) | | : 


D. PuospuatEe oF NIcKEL-oxIpE, or NIcKEL-PHOSPHATE.—a. T'ri- 
phosphate ?—By precipitating a nickel-salt with diphosphate of soda.— 
Pale apple-green flakes, or emerald-green crystalline granules.—By 
ignition in hydrogen gas, it is resolved into water and phosphide of 
nickel. Insoluble in water, but soluble in sulphuric hydrochloric, or 
nitric acid. 

6. Acid Phosphate.—Concentrated phosphoric acid exerts no action 
on the metal, but the dilute acid, when heated, dissolves it with evolution 
of hydrogen. 


EK. PyropnospHate oF NIcKEL-OXIDE.—Analogous to the cobalt- 
salt. 

§; Formed by decomposing sulphate of nickel-oxide with pyro- 
phosphate of soda. Light green powder, yellow after ignition. Dis- 
solves in mineral acids, in pyrophosphate of soda, and in ammonia. If 
the nickel contains cobalt, oniy the cobalt-compound is precipitated from 
the ammoniacal solution by alcohol, the nickel-salt remaining in solution. 
—On dissolving this salt in sulphurous acid and boiling, it is reprecipitated 
in the crystalline state ; if it contains cobalt, a crystalline cobalt-salt is 
first thrown down, and afterwards the nickel-salt. The salt dried at 100° 
gives off 26°05 per cent. of water on ignition. 


Schwarzenberg. 
ZINIO halen catvsebe ea 750 me 51°23 ae 51:3 
BO Oe eckin ee 71°4 sas 48°77 aiak 48°7 
ZNO VGPOF? i ccdawses 146°4 100°00 hota 100°0 
Crystallized. Schwarzenberg. 
BEINGS: foe sscsshcavepiebinns 75°0 He 37°42 
1) Ne See nce 71°4 35°63 
ida LG beacon Rm S 54°0 ct 26°95 ae 26°05 
~ 2NiO,bPO®+6Aq. 2004 ..... 100-00 


(Schwarzenberg, Ann. Pharm. 65, 158.) 


F. MerapruospHate oF NickeL-ox1pE.—Formed by mixing sulphate 
of nickel-oxide with excess of dilute phosphoric acid, evaporating, and 
heating in a platinum capsule to 316°; it is then obtained in the form of 
a greenish-yellow powder, insoluble in water and dilute acids, but soluble 


in strong sulphuric acid. 


Maddrell. 
NT We ales cee een coh castle 375 34°48 34°40 
POP +268 Peek 71°4 65°52 65°60 
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NiO; PO" (ai: 108°9 aah FOO-00 ... -100°00 


(Maddrell, Ann. Pharm. 61, 58.) 4] 


NIcKEL AND SULPHUR. 


A. DisunpHipE or NicxeL.—Formed by passing hydrogen gas over 
sulphate of nickel-oxide at a red heat. Decomposition takes place quickly 


VoL. ¥ 2B 
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with evolution of sulphurous acid and water, and finally, also of sul-_ 
phuretted hydrogen. 100 parts of anhydrous nickel-sulphate leave 42°28 
of disulphide of nickel.—Pale yellow, metallic, semifused, brittle; exhibits 
moderate magnetic power.—Dissolves in nitric acid, leaving a residue of 
sulphur; slowly in strong hydrochloric acid, with evolution of sul- 
phuretted hydrogen [and pure hydrogen], but not in dilute hydrochloric 
acid, even when heated. (Arfvedson, Pogg. 1, 65.)—To this head probably 
belongs also the yellow-greyish-white, strongly lustrous, very brittle, and 
highly magnetic sulphide of nickel, which Berthier obtained by heating 
the sulphate to whiteness in a charcoal crucible; its fracture was laminar 
in one direetion, but granular in all others; 100 parts of nickel-sulphate 


yielded only 52-pts. of the sulphide. | 


B. Prorosunpnipe or Nicxen.—Found native in the form of 
Capillary Pyrites.—Preparation.—1. Nickel and sulphur heated together 
combine, producing vivid incandescence. (Proust, H. Rose.) Combination 
takes place below the melting point of sulphur. Nickel-dust takes fire 
when thrown into a glass tube an inch wide, filled with sulphur vapour. 
A mixture of nickel-dust and milk of sulphur in equivalent proportions 
contained in a glass tube, takes fire when touched at the upper end with 
a glowing coal, and burns down to the bottom of the tube. (Winkeiblech, 
Ann: Pharm. 20, 36.)—2. By heating nickel-oxide with sulphur. 
(Tupputi.)—3. By passing sulphuretted hydrogen over red-hot nickel- 
oxide, whereupon 100 parts of the oxide yields 121-3 parts of sulphide. 
(Arfvedson.)—4. By igniting hydrated sulphide of nickel out of contact 
of air. (Tupputi.) ue 

By (1) and (2): Fused, bronze-yellow, brittle; exbibits an uneven 
fracture; not magnetic. (Tupputi, H, Rose.) By (3): Dark brown, non- 
magnetic powder, less fusible than the disulphide. (Arfvedson.)— By igni- 
tion in the air, it is converted into a green mass (basic sulphate of nickel- 
oxide?), When heated to redness in phosphuretted hydrogen gas, it 1s 
slowly decomposed, yielding phosphide of nickel and sulphuretted hydro- 
gen (H. Rose); not. decomposed by hydrogen gas at a red heat. (H. Rose, 
Pogg. 4, 129; Arfyedson.)\—Gives off but a very small quantity of sul-. 
phur when ignited in a current of aqueous vapour. (Regnault, Ann. 
Chim. Phys. 62, 880.) Not decomposed by chlorine gas in the cold, and 
very slowly even when heated. (H. Rose, Pogg. 42, 540.)—Dissolves in 
nitric acid and aqua-regia, the sulphur being partly separated, and partly 
converted into sulphuric acid. Not soluble in hydrochloric or sulphuric 
acid. | 

Capillary pyrites occurs in capillary, regular six-sided prisms derived 
from an acute rhombohedron, whose faces often terminate the prisms. 
Fig. 151 and 154. Cleavage parallel to the faces of an acute rhombo- 
hedron; 7° :7°=35° 52'. Sp. gr. 5278. (Miller, Phil. Mag. J. 6, 104; 
20, 878.) Double six-sided pyramid, of specific gravity 5°00. (Brei- 
thaupt.) Sp. gr. 5°65. (Rammelsberg.) Harder than calespar ; brass- 
yellow, inclining to bronze-yellow. Heated on charcoal before the blow- 
pipe, it gives off sulphurous acid, and fuses into a coagulated, ductile, 
magnetic mass of nickel (Berzelius); into a black bead (Kobell). After 
roasting, it behaves with fluxes like oxide of nickel. Dissolves with 
difficulty in nitric acid, easily in aqua-regia. 


oe 
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Hydrated Protosulphide of Nickel, or Hydrosulphate of Nickel-oxide. 
—Precipitated on adding hydrosulphuric acid to a nickel-salt, either con- 
taining a vegetable acid, or containing a mineral acid and perfectly 
saturated with nickel-oxide; also on mixing any salt of nickel with 
an alkaline hydrosulphate.— Brownish-black powder, greenish in the 
finely divided state. Converted by ignition into sulphide of nickel, 
with evolution of sulphurous acid gas |?] and a very small quantity of 
water. (Tupputi.) When exposed to the air in the moist state, it assumes 
a green tint, and is converted into basic [?] sulphate of nickel oxide. 
(Wackenroder.) From cadmic sulphate, lead-acetate, ferric chloride, 
cupric sulphate, and silver-nitrate, it precipitates the metals in the form 
of sulphides. (Anthon.)—While yet moist, it dissolves in aqueous sul- 
phurous acid. (Berthier.) Dissolves with difficulty in hydrochloric acid 
with evolution of sulphuretted hydrogen, very sparingly in acetic acid, 
somewhat more abundantly in aqueous ammonia and in alkaline hydro- 
sulphates, from which it is reprecipitated on exposure to the air, or when 
saturated with acetic acid. | 

Hydrated sulphide of nickel precipitated from nickel-salts by hydro- 
sulphate of ammonia which has become yellow by exposure to the air, 
and containing more than one atom of sulphur, remains black when 
exposed to the air, dissolves very sparingly in dilute mineral acids, 
and is perfectly insoluble in acetic acid and hydrosulphate of ammonia. 


(Wackenroder.) 


C. Bisutpue or Nicxeu.— By strongly igniting carbonate of nickel- 
oxide with sulphur and carbonate of potash, and washing with water, a 
bisulphide of nickel is obtained, soft to the touch, and exhibiting a dark 
iron-grey colour. Chlorine gas quickly decomposes it, the products being 
chloride of sulphur and chloride of nickel, the latter amounting to 
105-78 per cent. (Fellenberg, Pogg. 50, 75.) . 


Fellenberg. 
PML oc soph sind se ceae Ps ig rte Vink!) OP ae AE 48°72 
Wee. cates stor 32°0 G2 Us FT sternite 51°28 
NIB Sidiecsesss Ol bie t ves DODO eats 100°00 
} .. D. Hyposunpuite or NicKkEL-ox1pDE, or NICKEL-HYPOSULPHITE.— 


i. Nickel, like zinc, dissolves in aqueous sulphurous acid, without evolu« 
tion of gas, and forms sulphite and hyposulphite of nickel-oxide. The 
green solution, when evaporated, first yields crystals of sulphite, after- 
wards more yellowish-green crystals of hyposulphite of nickel-oxide; the 
remaining mother-liquid is resolved by heat into sulphurous acid gas, 
sulphur, sulphide of nickel, and sulphate of nickel-oxide. (Fordos & Gélis, 
N. J. Pharm. 4, 333.)—By precipitating hyposulphite of strontia with 
sulphate of nickel-oxide, and evaporating the green filtrate over oil of 
vitriol, slight decomposition takes place, attended with precipitation of 
2B2 
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sulphide of nickel, and green, permanent crystals are obtained, having 
the form of hyposulphite of magnesia. They are converted, even below 
100°, into a semifluid mass, which, as the temperature rises, gives off 
water, sulphurous acid, and sulphur, and leaves 32°73 per cent. of nickel- 
sulphide in the form of a yellow, agglomerated mass. (Rammelsberg, Pogg- 
56, 806.). | 


Crystallized : Rammelsberg. 
INTO Sisaitaqeeeimeceae 37°5 eK 26°88 mae 26°5 
S2G2 post Micra: we 48°0 is 34°41 
GEO Sai Gemesnaemeararteses 54°0 38°71 
NiO, 80?+6Aq. .... 139°5 ley 2O0O 


E. Suipaite or NickeEL-ox1DE, or NIcCKEL-SULPHITE.—4d. Basic.— 
Precipitated on boiling a nickel-salt with sulphite of potash; becomes 
more basic during washing. (Berthier.)—According to Bottinger (Ann. 
Pharm. 51, 406), the precipitates obtained by boiling nickel-salts with 
sulphite of ammonia always contain ammonia. 


b. Monosulphite—The crystals which separate from a solution of 
nickel in aqueous sulphurous acid (wid. sup). When strongly ignited, 
they leave a residue of 30°48 per cent. In the state of aqueous solution, 
they take up 101°85 parts of iodine. (Fordos & Gélis.) 


Crystallized: Calculation, according to Fordos & Gélis. 
INFO SRR OR ara teas gorgieeetncne eras 37°53 wile 30°36 
SAS OG See vas ee aceuoaraneuiens 32:0 otal 25°91 
GTO oiisctadl, teaches cig Rieke tpecges 54°0 wine 43°73 


RRR ata Ss RRR a ED BBs Se A RD le BUBB De as» 
NiO, SO? + GAG, 0... ccccseeeerseeeee 123°5 ee DODO 


4 When sulphurous acid gas is passed through water in which a large . 


quantity of hydrated nickel-oxide is suspended, the whole dissolves, and 
the solution yields a small quantity of a crystalline powder, which is no 
longer soluble in water, but dissolves in hydrochloric acid, with evolution 
of sulphurous acid. It contains 4 atoms of water. 


Muspratt. 
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The liquid filtered from this salt, when placed for some days in vacuo | 


over sulphuric acid, yielded very fine tetrahedral crystals of the preceding 
salt, with 6 atoms of water. (Muspratt, Ann. Pharm. 50, 281.) 


F. Hyposutpuate or NickeL-oxipr, or NIcKEL-HYPOSULPHATE.— 
By decomposing hyposulphate of baryta with sulphate of nickel-oxide, and 
evaporating the filtrate, long green prisms are obtained, which are resolved 
by heat into sulphurous acid gas and sulphate of nickel-oxide. (Ram- 
melsberg, Pogg. 56, 295.) 


Rammelsberg. 
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_  G. SunpuHate or NickeL-oxipn, or NIicKEL-SULPHATE.—a. Basic.— 
1. By gently igniting the salt 6. (Tupputi.)—2. By precipitating the 
aqueous solution of 6. with an insufficient quantity of a fixed alkali. 
(Berzelius.)— When obtained by the second method, it is a green powder 
very slightly soluble in water, and exhibiting an alkaline re-action, 
(Berzelius.) 


b. Monosulphate-—Formed by dissolving nickel, or the protoxide, or 
the carbonate, in dilute sulphuric acid.—The salt de-hydrated by gentle 
heat is ofa light yellow colour. Ata higher temperature, it gives off part 
of its acid, and is reduced without fusion to a; at a red heat, nearly all the 
acid is evolved. Heated to dull redness with charcoal, it gives off carbonic 
and sulphurous acid gases in equal volumes, and leaves metallic nickel 
together with a very small quantity of sulphide (Gay-Lussac, J. pr, Chem. 
1 

it NiO, SO? + C = Ni+S02+ CO” 


Turns green-on exposure to damp air. The aqueous solution deposits 
hydrated, transparent, emerald-green crystals, of two different forms. 
First form: Right prismatic, precisely similar to the form of zinc-vitriol. 
Fig. 73; w : w= 91° 10’. Cleavage parallel to uw and uw’. (Brooke.)— 
Second form: Square prismatic. ig. 37; ¢ : e’ = 189° 174 (Mitscher- 
lich, Pogg. 12, 144); p :« = 126° 24; p : e= 110° 40’; p:; the face 
between e and e = 117° 87’. Cleavage parallel to pand g. (Brooke.) The 
second form is obtained chiefly from the mother-liquid containing excess 
of acid; and on dissolving these crystals in pure water and concentrating, 
crystals of the first form are obtained. On the other hand, when the 
rhombic crystals are dissolved in water containing half their weight of 
oil of vitriol, and the solution evaporated between 15° and 18°, rhombic 
crystals are first obtained, and afterwards those of the square prismatic 
form. The rhombic crystals, when exposed to the air, lose about 1 atom 
of water; the square prismatic crystals, in which a certain portion of the 
water is replaced by sulphuric acid, do not give off water on mere 
exposure to the air. (Brooke & R. Phillips, Ann. Phil. 22, 487; abstr. 
Pogg. 6, 193; R. Phillips, Phil. Mag. Ann. 4, 288.)—A warm solution 
yields principally the square prismatic crystals. The rhombic crystals 
placed on paper and exposed to the sun for two or three days, are converted 
into an aggregate of square-based octohedrons, retaining, however, their 
water and their external form. (Mitscherlich. ) 

The crystals [probably the rhombic] haye a density of 2:037 (Kopp); 
they taste rough. When exposed to the air, they turn white from slight 
efflorescence. At 103°3°, they give off 6 atoms of water, but retain the 
seventh till they are heated above 279°4°. (Graham.) They dissolve in 
3 parts of cold water, but are insoluble in alcohol and ether. Glacial 
acetic acid precipitates the salt completely from its aqueous solution, 
(Persoz.): 


Anhydrous. Berthier. : Tupputi,y- - 
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R. Phillips. | Mitscherlich. Thomson. 

rhomb. sq. prism. rhomb, SY. Ps Me b.  rhomb. 
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The square prismatic salt a, examined by Mitscherlich, was obtained by 
crystallization from a warm solution ; 6., by exposing the rhombic salt to 
the sun. | 

When hydrochloric acid gas is passed over (anhydrous?) nickel- 
sulphate, 2 atoms of the salt absorb 1 atom of hydrochloric acid, the 
absorption being attended with rise of temperature. The absorbed acid 
is immediately given off on the application of heat, and gradually on 
exposure to the air; and the aqueous solution yieldse crystals of pure 
nickel-sulphate, the hydrochloric acid remaining in the mother-liquid. 
(Kane, Ann. Pharm. 19, 5.) 


H. SunpHocarBonate or Nicxen.—Nickel-salts form, with aqueous 
sulphocarbonate of calcium, a dark brown-red mixture, which, in the 


course of 24 hours, deposits black flakes and becomes brownish-yellow. 
(Berzelius.) 


NICKEL AND SELENIUM. 


A. Senentre or Nicxet-ox1pe, or NicKEL-SELENITE.—a. MMono- 
selenite.—By double decomposition. Insoluble in water, white when 


moist, but becomes apple-green when dry. (Berzelius.) According to ~ 


Muspratt, on the contrary, it falls as a greenish-powder, on adding selenite 
of potash to sulphate of nickel-oxide, and becomes white when dried. 


Muspratt. 
NiO. edt ache}! 37°5 36°59 
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(Ohem. Soc. Qu. J. 64.) T 
b. Biseleniate—Green, gummy mass, soluble in water. 


B. Senentate or Nicket-oxipz, or NicKEL-sELENIATE,—Crystals 
isomorphous with those of nickel-sulphate, form 2, and with those of 
zine-selenite. Fig. 87, ¢:¢’=138° 56’; e : e'=97° 4; p : e=110° 32’; 
@ 1qg=90°; €:g=131° 28 ; p: the face between ¢ and e’=117° 545 pies 
126° 50’, &c. (Mitscherlich, Pogg. 12, 124.) 


NickEL AND IoDINE. 


A. Iopipr or Nicxren.—1. Pulverulent nickel reduced by hydrogen, 
is heated with iodine in a glass tube, or vapour of iodine is passed over — 
it. When the resulting iron-black, laminated mixture of nickel-iodide, 
metallic nickel, and nickel-oxide (the last produced by excess of air), is 
strongly. ignited, pure iodide of nickel sublimes, Nickel in the coherent 


. 
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state has no sensible action on iodine, even with the aid of heat.—2. The 
solution of nickel-oxide in aqueous hydriodic acid, leaves on evaporation 
a black, metal-shining residue, which, when ignited out of contact of air, 
sublimes without fusion or decomposition. 

The sublimed iodide of nickel obtained by (1) and (2), presents the 
appearance of strongly lustrous, iron-black lamin, resembling mica, and 
unctuous to the touch.—If the air has access to it during sublimation, a 
small quantity of grey-green oxide, free from iodine, is left behind. 
(Erdmann.) Lassaigne, by heating nickel with iodine, obtained a brown, 
fusible mass which dissolved in water, forming a green solution. 


Erdmann. Lassaigne. 
aati 1 Da et Reade a 1y feels rte 18°56 het 23°81 
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Hypratep lopipE oF Nicken, or HypRate or NIcKEL-0xIDE.— 
Iodide of nickel soon becomes moist in the air, and forms a red-brown 
solution with a small quantity of water, and a green solution with a 
larger quantity. This solution evaporated to a syrup, yields bluish- 
green prisms, which quickly deliquesce in the air. ‘The aqueous solution 
is capable of dissolving a large quantity of iodine (thereby - becoming 
brown), and the iodine is given off again on’ boiling. (Erdmann, J. pr. 
Chem. 7, 254.) 


Crystallized. Erdmann (approwimate.) 
aT oie AB Sea ehs...ths PABA RN tsvieststioccs 72°82 
ft 9 ee ae ae GAOT ot. cs.,. Ny Bs 0 tens eee 27°18 
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The crystals examined by Erdmann had still some mother-liquid adher- 
ing to them. 


B. Hypratep Oxy-1iopIpE oF NicKxen, or Trerspasic HyprioDATE 
oF NicKEL-ox1DE !—1. When a considerable quantity of aqueous nickel- 
oxide jis evaporated to dryness, and the residue treated with water, a 
small quantity of this compound remains undissolved in the form of a 
red-brown powder. It often happens, however, that part of this residue 
is redissolved, together with the iodide of nickel, so that the solution 
appears brownish-green instead of pure green, smells of iodine, gives a 
blue colour with starch, and evolves iodine when evaporated.—2. Hydrate 
of nickel-oxide digested with aqueous iodide of nickel, takes up the iodide _ 
-of nickel, and assumes a brown-red colour.—3. Similarly with carbonate of 
nickel-oxide, which thereupon gives off carbonic acid.—4. The compound 
is likewise formed by triturating hydrated nickel-oxide with an alcoholic 
solution of iodine.—When it is prepared by 2, 3, or 4, a certain quantity 
-of hydrate or carbonate of nickel-oxide remains mixed with it, even if an 
excess of aqueous iodide of nickel or tincture of iodine has been used.— 
The red-brown: powder is decomposed at a red heat, yielding vapour of 
iodine, vapour of water, and pure oxide of nickel. It dissolves in nitric 
acid, with evolution of iodine. Boiling potash extracts the whole of the 
iodine, leaving a dingy green residue of hydrated oxide. When immersed 
in aqueous ammonia, it assumes a dingy green colour without dissolving 
to any perceptible extent; but the ammonia takes up iodine, and assumes 
a blue colour. Boiling alcohol converts it into green hydrated oxide. 
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In acetic acid it forms a yellowish-green solution; with boiling aqueous. 
oxalic acid, it yields oxalate of nickel-oxide. (Erdmann.) 


Erdmann (2.) 


Ch ea 1535'S ace’ P4076. a, BEAT. to 24-9 
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C. IopatE or NicKEL-ox1pDE, or Nicke-1opate.—lIodate of potash 
gives no precipitate with nickel-salts. (Pleischl.)—The salt is formed by 
dissolving recently precipitated nickel-hydrate in aqueous hydriodic acid, 
and afterwards evaporating and cooling.—Light green crystalline powder, 
which gives off its water at 100°, and at higher temperatures evolves 
iodine vapour and oxygen gas, and leaves pure oxide of nickel. It dis- 
solves in 120°3 parts of water at 15°, and in 77°35 pts. of boiling water. 
(Rammelsberg, Pogg. 44, 562.) 


Crystalline powder. Rammelsberg. 
DNA) oes asians sions DIFP aie ada ee highs 17°88 
PO? sees cicaatieouh phim 1 og Ui Oy eh pe) © RC tre 78°01 
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NiIcKEL AND BRoMINE, 


A. Brom1pE or Nicxer.—Nickel-filings heated to dull redness absorb 
bromine vapour, and turn brownish; ata stronger heat, the: compound 
assumes an appearance like that of mosaic gold, and at a very bright red 
heat, it partly sublimes in yellow micaceous scales.—Bromide of nickel 
heated to bright redness in the air, is resolved into bromine vapour and 
oxide of nickel. Heated nitric acid decomposes it, and on evaporating 
the solution and igniting the residue, oxide of nickel is left behind. 
(Berthemot, Ann. Chim. Phys. 44, 389; also J. Pharm. 16, 655.) 


Berthemot. 
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Hydrated Bromide of Nickel, or Hydrobromate of Nickel-oxide— 
1. Bromide of nickel deliquesces in the air and dissolves in water; more 
slowly, however, after sublimation.—2. The hydrated bromide may also 
be formed by digesting nickel with bromine and water. (Berthemot.)— 
The resulting green solution turns brownish on evaporation, and yields 
small, dirty-white, very deliquescent needles, (Berthemot.) The crystals 
have the same green colour as other salts of nickel—give off water and 
turn yellow when placed within a receiver over oil of vitriol, and at 
200°, gradually give off 20-15 per cent. of water. (Rammelsberg, Pogg. 
55, 243.)—The aqueous solution, when exposed to the air, gradually 
deposits a few flakes of nickel-oxide; on evaporation, it leaves reddish 
bromide of nickel. (Berthemot.) 


CHLORIDE OF NICKEL. Dit 


‘ Crystallized, Rammelsberg. 
NIB ds dcustesns OF. gases et FOF Og oie es , 79°85 
BREROR S soc.cbdecnnde sce: 27°0 ZOO oF to orca, 20°15 
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Bromide of nickel dissolves in hydrochloric acid, ammonia, alcohol, a 
ether. (Berthemot. ) 


B. BromipE or NickeL-oxipE, or NickEL-BRoMATE.—Formed by 
precipitating sulphate of nickel-oxide with bromate of baryta, and 
evaporating the filtrate under a bell-jar beside oil of vitriol.—Beautiful 
regular octohedrons.—The crystals when heated, first give off water, then 
decompose with violence, evolving bromine and oxygen gas, and leave 
16°47 per cent. of nickel-oxide. They dissolve in 3°58 parts of cold 
water. (Rammelsberg, Pogg. 55, 69.) 


Anhydrous, Crystallized. Rammelsberg. 
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NiO, BrO’®.... 155°9..... 100°00 +6Aq. ' 209°9 ..., 100-00 


NIcKEL AND CHLORINE, 


A. CHLoriIpE oF Nicket.—1. Finely divided nickel heated to low red- 
ness in a stream of chlorine, burns with a vivid glow, and forms yellow, 
crystalline scales resembling mosaic gold. (H. Rose, Pogg. 20, 156.) 
Chloride of nickel, sublimed for the most part, is hkewise formed, together 
with chloride of sulphur, on decomposing sulphide of nickel with chlorine 
gas. (Fellenberg.)—2. By evaporating the aqueous solution of chloride 
of nickel or hydrochlorate of nickel-oxide, to complete dryness, (Proust. ) 
The chloride of nickel thus obtained by evaporation, may be converted 
into the sublimed chloride by ignition ina retort. A small quantity of 
chlorine is evolved during this operation, being set free by the oxygen of 
the air. The spangles of the chloride fly about in the retort as they rise, 
If the heat be continued for some time, the whole of the chloride sub- 
limes; but if it be applied for a shorter time only, part of the chloride 
remains at the bottom, in a mass resembling mosaic gold, containing 
numerous small crystals, and grey nodules of nickel-oxide on the sides, 
(Erdmann. ) 

Sublimed chloride of nickel presents the appearance of soft crystalline 
scales, which feel like mica, are of a pale yellow when separate, but 
appear golden-yellow in the mass. (Proust, Bucholz, Erdmann, Fellen- 
berg.) The chloride obtained by evaporation is a brownish-yellow, 
earthy mass. (Proust, Erdmann.)—Chloride of nickel may be repeatedly 
sublimed without fusing. In vacuo, the sublimation takes places alto- 
gether without decomposition; but when the compound is sublimed in 
vessels containing air, a small quantity of chlorine is set free, and small 
grey nodules of nickel-oxide are formed on the sides of the vessel. 
(Erdmann.) Hence, by continued gentle ignition in the air, chloride of 
nickel is converted into a greyish-green powder of nickel-oxide free from 
chlorine. (Erdmann.) Chloride of nickel is very easily reduced to the 
metallic state by hydrogen gas at high temperatures; by phosphuretted 
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hydrogen it is decomposed as easily as chloride of copper, yielding phos- 
phide of nickel and hydrochloric acid gas; by fusion with phosphorus, it 
yields phosphide of nickel and chloride of phosphorus. (H. Rose, Pogg. 
27,117.) Sublimed chloride of nickel is converted into the hydrated 
oxide by boiling with caustic potash ; but it requires long boiling to 
render the conversion complete. Ammonia, even when the air is com- 
pletely excluded, dissolves it slowly but completely, forming a blue solu- 
tion. (Erdmann.) A few observations not perfectly correct, made by 
Bucholz, induced him to believe that sublimed chloride of nickel contains 
less chlorine than that obtained by evaporation. Lassaigne, on the other 
hand, concludes from his own analysis, that the sublimed chloride con- 
tains more than 1 At. chlorine to 1 At. nickel. Both these views are 
disproved by the above-mentioned observations of Erdmann, and by the 
following analyses made by that chemist ; 


Erdmann. Berthier, Lassaigne. 
Sublimed, By evaporation. Sub. By evap. 
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Hydrated Chloride of Nickel, or Hydrochlorate of Nickel-oxide.— 
1. Chloride of nickel obtained by evaporation quickly attracts water from 
the air, acquiring first a lemon-yellow, and then a green colour ; it dis- 
solves in water with considerable rise of temperature. If the evaporation 
‘has been carried too far, flakes of nickel-oxide remain dissolved. . (Hrd- 
mann.) Sublimed chloride of nickel becomes light green by two days’ 
exposure to the air, and afterwards dissolves readily in water. (Proust, 
H. Rose.) But if it has not been exposed to the air, it dissolves very 
slowly (Fellenberg), and only when boiled for a long time in the water : 
even hot hydrochloric acid dissolves it with difficulty. (Proust.)—2. The 
same liquid is produced by dissolving nickel in aqua-regia (hydrochloric 
acid dissolves it very slowly), or the oxide, hydrate, or carbonate in hydro- 
chlorie acid, to saturation. The solution, evaporated and cooled, yields 
granular, grass-green crystals—apparently short, four-sided prisms—which 
deliquesce or effloresce very slightly in the air, according to the quantity 
of moisture contained in it, and dissolve in 14 pt. or 2 pts. of cold water, 
and likewise in alcohol. (Tupputi.) The solution is decomposed by 
hypochlorous acid, yielding chlorine gas and a precipitate of peroxide, 
(Balard.) 


Crystallized. ' Proust. 
NICE... \idi niga G40: ip RAB bo. Ohi ces 45 
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B. Hypratep OxycHiLorIDE oF NicKEL, or Basic HypRocHLORATE 
‘or NicKEL-ox1DE.—Sparingly soluble in water; turns reddened litmus- 


paper blue. (Berzelius.) 


_ & C. Cutorate or Nicket-oxrpe.—Ni0,Cl0*+6Aq.—Crystallizes _ 
in beautiful regular octohedrons, of a deep green colour. Deliquescent, 
soluble in alcohol. Resolved by heat into chlorine, oxygen, and a residue — 
of oxide with chloride of nickel: at a strong red heat, pure oxide of 
nickel remains behind. (Wachter, Ann. Pharm. 52, 233.) T 


NICKEL AND NITROGEN. - BIS 


NICKEL AND FLUORINE. 


The Fluoride and Oxyfluoride of Nickel exhibit characters similar to 
those of the corresponding cobalt-salts, excepting that they are pale green 
instead of red. (Berzelius.) 


NICKEL AND NITROGEN. 
A, Nitride of Nickel 2—A greasy nickel compound may be obtained 
by a process similar to that described for the preparation of nitride of 
zinc (p. 33). . | 


B, NirratE oF NICKEL-OXIDE, or NICKEL-NITRATE.—da. Basic salt.— 

Formed by heating the mononitrate to a certain point. Yellowish-green 

owder, insoluble in water. Contains 88 parts of nickel-oxide to 12 
acid, (Proust.) 


6. Mononitrate—The metal dissolves quickly in nitric acid, with rise 
of temperature and evolution of nitrous gas. The dehydrated salt is 
yellow. When heated, it is first converted into the basic salt ; then, 
according to Proust, into protoxide of nickel, or, according to Berzelius, 
into peroxide, if only gently heated. In combination with water, it 
forms emerald-green, octagonal prisms (Tupputi), or rhomboidal crystals 
(Bergman), which give off their water when heated, effloresce slightly or 
deliquesce rapidly in the air, according to the quantity of moisture con- 
tained in- it, and are soluble in 2 parts of cold water, and likewise in 
alcohol, (Tupputi.) 


: Crystallized, 
Anhydrous. Calculation, according to Millon, Proust. 
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C. Niccorate or AMmMoniA.—Aqueous ammonia dissolves the anhy- 
drous oxide very slowly; the hydrated peroxide somewhat more quickly, 
with evolution of nitrogen gas; and the hydrated protoxide very quickly, 
leaving, however, a few green flakes. The liquid is violet-blue if the 
ammonia is in excess, lavender-blue if it contains a larger quantity of 
nickel, and azure-blue when completely saturated. On the application 
of heat, it is decomposed, with evolution of ammonia, and deposits 
hydrated nickel-oxide in crystalline grains.. When exposed to the air, it 
deposits green flakes of carbonate of nickel-oxide and ammonia with 
excess of nickel-oxide, till the liquid thereby loses the whole of the 
nickel contained in it, and becomes completely decolorized. If, however, 
one of the stronger acids is present, the nickel remains dissolved in the 
form of a double salt. (Tupputi.) The fixed alkalis added to the solu- 
_ tion throw down a compound of nickel-oxide with the fixed alkali. 


D. CarBonaTE or NickEL-oxipE anp AmMonta.—a. With excess of 
_ carbonate of ammonia.—Carbonate of nickel-oxide dissolves in aqueous 
carbonate of ammonia, forming a greenish-blue solution, | . 
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b. With excess of Nickel-carbonate.—Deposited in the form of pale 
green, insoluble flakes, when aqueous niccolate of ammonia, or the liquid 
a just mentioned, is exposed to the air. (Tupputi.) | 


_-E. Puospuate or NIcKEL-oXIDE AND AmMMontA.—The ammoniacal 
solution of nickel-phosphate, boiled as long as ammonia is given off, 
deposits pale apple-green flakes, which contain nickel-oxide and ammonia, 
together with phosphoric acid. (Tupputi.) Alcohol added to the solution 
of nickel-phosphate in ammonia precipitates a light bluish-green powder, 
likewise containing ammonia; and if the alcohol be placed in a layer 
above the amm®niacal solution, the precipitate assumes the form of crys- 
talline grains. (Erdmann.) The ammoniacal solution of metaphosphate 
of nickel-oxide exposed to the air, deposits all the nickel, first as a greyish, 
afterwards as a fine green precipitate. (Persoz, Ann. Chim. Phys. 56, 
333.) 


F, HyprosunpHaTtE or NIcKEL-oxIDE AND AmMmonis.— Hydrated 
sulphide of nickel dissolves sparingly in ammonia and hydrosulphate of 
ammonia, forming a yellowish-brown solution. 


~G. AmMmonio-HYPOSULPHITE oF NicKEL-oxIDE.—A_ concentrated 
solution of nickel-hyposulphite is supersaturated with ammonia; the blue 
liquid mixed with absolute alcohol ; and the resulting blue crystalline 
powder washed with alcohol, pressed between paper, and quickly enclosed 
in well-stopped bottles. It soon turns green when exposed to the air, 
(Rammelsberg, Pogg. 56, 306.) 


Rammelsberg. 
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H. AMMONIO-HYPOSULPHATE. OF NICKEL-OXIDE.—On mixing the 
aqueous: solution of nickel-hyposulphate with ammonia, this salt is preci- 
pitated in the form of a blue crystalline powder, which, by solution in 
warm ammonia and cooling, may be obtained in purer crystals. Small 
prisms of a fine violet-blue colour, reduced to lamine by the predomi- 
nance of two of the lateral faces. When heated in a tube, it first gives 
off ammonia, then sulphite and sulphate of ammonia, and leaves a partly 
yellow, partly black mixture of sulphide of nickel and sulphate of 
nickel-oxide. Decomposed by water, with evolution of ammonia and 
precipitation of nickel-oxide. (Rammelsberg, Pogg. 58, 295.) 


Rammelsberg. 
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I. AMMONIO-SULPHATE OF NIcKEL-ox1DE.~— Anhydrous nickel- — 
sulphate absorbs 65:91 per cent. of ammonia, very rapidly, with great 
rise of temperature and considerable intumescence, and is thereby con- 
verted into a pale violet-white powder. Any water that may be present 
is driven out in the course of the absorption, probably in consequence of 
the rise of temperature, The powder, when moderately heated, gives off 


AMMONIO-IODIDE OF NICKEL. Sie 


a large quantity of ammonia, together with small quantities of water and 
sulphite of ammonia; and the yellow residue dissolves in water, with the 
exception of some reduced nickel, which remains in the form of a black 
powder. After sudden heating, the residue is blackened in some places 
by the presence of reduced nickel. The powder dissolves in water, 
forming a blue solution, with separation of green hydrated oxide of nickel. 
(H. Rose, Pogg. 20, 151.) 


H. Rese 
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K. Niccono-suLtpuate or AMmMonts.—The dark blue solution of crys- 
tallized nickel-sulphate in the strongest aqueous ammonia, deposits crystals 
in the cold. It may also be evaporated to the crystallizing point in vacuo 
over oil of vitriol, or precipitated by alcohol, the light blue precipitate 
redissolved in the smallest possible quantity of warm water, and the salt 
left to crystallize by cooling. ‘Transparent, dark blue, rectangular prisms, 
with dihedral summits resting on the narrow lateral faces. The crystals. 
obtained by evaporation in vacuo have a more bluish-green colour, arising 
from enclosed mother-liquid. The crystals crumble to a light blue powder 
in the air or invacuo. When heated in a glass tube, they yield ammonia, 
sulphate of ammonia, and a greyish-green powder, probably consisting of 
basic nickel-sulphate. They dissolve readily in water, forming a blue 
solution. The concentrated solution evolyes ammonia when boiled, and 
deposits green flakes of hydrated oxide, which still retains sulphuric acid, 
even after long washing. Insoluble in alcohol, even when dilute. 
(Erdmann. ) . 


_ Crystallized. Erdmann. 
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L. SutpHATE oF NickEL-oxIDE AND Ammonia.—Formed by mixing 
sulphate of nickel-oxide with sulphate of ammonia. Bluish-green crystals, 
having the form of sulphate of magnesia and ammonia. (Mitscherlich.) 
Specific gravity 1:801, according to Thomson; 1:915 according to Kopp. 
Soluble in 4 parts of cold water. (Link, Crel/. Ann. 1796, 1, 32.) 


Crystallized ;—Mitscherlich’s calculation. 
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M. Ammonto-1op1pE oF Nicxren.—a. Terbasic.—The saturated solu- 
tion of nickel-iodide in water yields, when supersaturated with ammonia, 
whitish flakes, which dissolve slowly on the application of heat, forming 
first a reddish, and. afterwards a light blue solution. (Erdmann.) The 
flakes are light blue, and dissolve when heated, leaving merely a small 
green residue. (Rammelsberg.) The blue solution when cooled (or mixed 
with alcohol; Rammelsberg) becomes completely decolorized, and deposits 
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the compound a, partly in the form of a light blue, heavy, crystalline 
powder, partly in small, blue, shining octohedrons. These crystals, when 
heated, give off ammonia and sal-ammoniac, then turn black, evolve 
iodine, and leave a compound of oxide and iodide of nickel. (Erdmann. ) 
At 100°, they give off a small quantity of water; at a stronger heat, 
ammonia with more or less water; and the unfused residue, which is red- 
brown at first, and afterwards turns blackish-green, consists of pure 
iodide of nickel. (Rammelsberg.) The water is probably not essential, 
but cannot be completely expelled without decomposition of the com- 
pound. The salt gives off ammonia when exposed to the air, becoming 
first green and afterwards brown. It dissolves in water—with separation 
of light green flakes of hydrated oxide, containing very little iodine and 
no ammonia—and forms a blue liquid, which, after a while, again deposits 
crystals of the same compound. (Rammelsberg, Pogg. 48,119.) It dis- 
solves very sparingly in excess of ammonia, (Erdmann.) 


Erdmann. 
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b. Bibasic.—lodide of nickel does not absorb ammoniacal gas in the 
cold; but when gently heated, it absorbs 18°151 per cent., becoming 
heated and swelling up to a yellowish-white mass. (Rammelsberg.) 


Rammelsberg. 
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N. NiccoLo-lopATE OF AmmontA.—Alcohol added to the blue solu- 
tion of nickel-iodate in ammonia, throws down small crystals, or a light 
blue crystalline powder, which behaves very much like the corresponding 
cobalt-compound, and appears to consist of 2NH*+ NiO,I0® [or NH*,NiO 
+ NH?,10°]. (Rammelsberg, Pogg. 44, 562.) 


OQ. AMMONIO-BROMIDE OF NicKEL.—1. Pulverized anhydrous bromide 
of nickel immersed in ammoniacal gas is converted into a pale violet powder. 
—2. A concentrated aqueous solution of bromide of nickel heated with | 
excess of ammonia, yields a blue liquid, from which, as it cools, a light 
blue crystalline powder of the same composition is deposited. The com- 
pound obtained by (1) or (2) gives off its ammonia when heated; it 
dissolves in a small quantity of water, forming a blue solution; but on 
further addition of water, hydrated nickel-oxide is precipitated, and the 
liquid retains a pale blue colour. (Rammelsberg, Pogg. 55, 248.) 


Rammelsberg. 
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P. AMMONIO-BROMATE OF NiICKEL-OXIDE.—Formed by precipitating 
the concentrated solution of nickel-bromate in ammonia with alcohol.—Pale 
green crystalline powder.—W hen heated, it makes a hissing noise, giving 
off bromine vapour, oxygen gas, and nitrogen gas, and a sublimate of 
hydrobromate of ammonia, while a mixture of oxide and bromide of 
nickel is left behind. When boiled for some time with potash, it gives 
off the whole of its ammonia. When it is digested in water, the smaller 
part dissolves undecomposed and forms a blue solution, while the 
remaining portion is decomposed, with separation of green flakes of 
hydrated oxide. (Rammelsberg, Pogg. 55, 69.) | 


Q. AMMONIO-CHLORIDE oF NicxEeLt.—1. Chloride of nickel, at ordi- 
nary temperatures, absorbs 74°84 per cent. of dry ammonia, with rise of 
temperature and tumefaction, and is converted into a white powder haying 
a faint tinge of violet. The powder, when heated to redness, gives off 
ammoniacal gas, together with a small quantity of sal-ammoniac, and 
leaves chloride of nickel mixed with a little metallic nickel. It dissolves 
in water, forming a bluish solution, leaving, however, an undissolved 
residue of green hydrated oxide. (H. Rose, Pogg. 20, 155.)—2. The 
solution of chloride of nickel in aqueous ammonia yields, on the addition 
of alcohol, a light blue powder, and on cooling, large opaque octohedrons 
with truncated edges and summits, having a blue colour with violet 
iridescence. When heated in vacuo, they decrepitate and crumble to a 
yellow powder, giving off a trace of water, then ammonia, and leaving a 
residue of chloride of nickel. At a strong red heat, a sublimate of sal- 
ammoniac and chloride of nickel is obtained, and the residual chloride of 
nickel is mixed with a small quantity of metallic nickel; if the air -has 
access, oxide of nickel remains behind. In warm air, or in vacuo over oil 
of vitriol, the crystals soon crumble to a yellow powder. They dissolve 
in cold water without decomposition; but the solution, when boiled, 
evolves ammonia and deposits green flakes of hydrated oxide free from 
chlorine. Insoluble in alcohol. (Erdmann, J. pr. Chem. T, 266; 19, 445.) 
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R. Cutorie or Nicken anp AmMMmonitum.—Formed by mixing 
aqueous chloride of nickel with sal-ammoniac.— Green, imperfectly 
crystallized. (Tupputi.) ‘J By saturating 2 pts. of hydrochloric acid with 
nickel-oxide and 1 pt. of the same acid with ammonia—coneentrating the 
mixed solution by slow evaporation, and leaving it to itself in a dry 
atmosphere for several days,—large, beautiful green crystals are obtained 
belonging to the oblique prismatic system. 
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(Hautz, Ann. Pharm. 66, 283.) T 


Seb OUTUNEN p  e 


~ §. Frvormrt or Nicken anp AmMoniumM.—Granular crystals, 


easily soluble in water. 


T. NiccoLo-NiITRATE oF AMMontA.—1. The concentrated solution of 
normal nickel-nitrate in ammonia, yields, at a freezing temperature, large, 
sapphire-blue, transparent, regular octohedrons, some of which have their 
summits truncated. The salt may likewise be precipitated from its 
solution by absolute alcohol; but as it is somewhat soluble in dilute 
alcohol, the salt thus obtained is smaller in quantity, and in the form of a 
granular precipitate, which requires to be washed with alcohol.—The 
crystals, when exposed to the air, give off ammonia, and gradually crumble 


to a bluish-white powder, which partially deliquesces in a damp atmo- _ 


sphere. ‘They fuse when heated, first giving off water and ammonia, and 
afterwards nitrous vapours with slight detonation, and leave a residue of 
pure oxide of nickel. Heated in the air on platinum foil, they burn with 
tolerably strong detonation, leaving black protoxide of nickel, partly 
mixed with peroxide. They dissolve readily in cold water. The blue 
solution gives off ammonia on boiling, and deposits flakes of pure hydrated 
oxide, while nitrate of ammonia remains in solution. The dilute solution 
decomposes very quickly even as it begins to boil; the concentrated 
solution remains blue even when boiled. (Erdmann. ) 


Crystallized. Erdmann. 
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U. Nitrate or NIcKEL-oXIDE AND AMMonrIA.—Green, indistinct 
crystals, soluble in 3 parts of cold water. (Thénard, Scher. J. 10, 428.) 


NIcKEL AND PoTAssiIuM. 


A. Nicconate oF Potasu.—a. Hydrate of potash forms a bluish 
glass with oxide of nickel. (Kirwan.)—6. Aqueous potash solution added 
to niccolate of ammonia forms a green precipitate, which, when treated 
with hot water, gradually gives up all its potash and is converted into 
hydrated nickel-oxide. (Berzelius.)—c. Caustic potash dissolves an 
extremely small quantity of hydrated nickel-oxide. (Tupputi.) 


‘B. SutpHate or NickeL-oxipe anp Porasn.—Formed by mixing 
sulphate of nickel-oxide with sulphate of potash, or by dissolving nickel- 
oxide or its carbonate in aqueous bisulphate of potash.—Yellow when 
anhydrous. Ata low red heat, it fuses to a brown liquid, which, if thrown 
into water when cold, diffuses itself through the water in the form of a 
yellow powder, and gradually dissolves. (Gm.) At a higher temperature 
it is converted into a black mixture, of nickel-oxide and sulphate of 
potash. In a moist atmosphere, it turns green, and in combination with 
water forms bluish-green, transparent, permanent crystals, of specific 
gravity 2°124 (Kopp), and isomorphous with sulphate of magnesia and 
ammonia, &c. (Mitscherlich.) Jig. 85; d:u or w’=102° 153 v:a= 
154° 32"; ¢:f=116°17'; w:u'=109° 10’; w :t= 125° 25’. (Brooke, Ann, 
Phil, 22, 438.) Soluble in 8 or 9 parts of cold water. (Tupputi.) 
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; Crystallized ;— . 
Caleulation, according to Mitscherlich. Cooper. Proust. Watts.* 
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C. Fiuoripe oF Nicken anp Porasstum.—Small granular crystals 
of a pale apple-green colour and easily soluble in water. (Berzelius. ) 


% ; 
ts 
NiIcKEL AND SopDIuUM. 


A. Nicconatr oF Sopa.—Soda added to- solutions of nickel-salts 
throws down niccolate of soda, which gradually gives up all its nickel- 
oxide to hot water. (Berzelius.)—Nickel-oxide does not dissolve in 
carbonate of soda before the blowpipe. | 


B. A small quantity of nickel-oxide heated with Borax in the outer 
blowpipe-flame, forms a glass which is hyacinth-coloured while hot, and 
pale yellow when cold; with a larger quantity, the glass is dark brown 
and opaque while hot, deep red and trausparent when cold. The inner 
flame colours the glass grey, the nickel being reduced and diffused through 
it in a state of minute division, but afterwards assuming a more closely 
aggregated form, though without fusing. The addition of nitre or any 
other substance containing potash, changes the brown colour of the glass 
obtained in the outer flame to bluish or dark purple. (Harkort.) 

7 Nickel mixed with cobalt may be detected by the blowpipe as 
follows: A small bead of borax attached to a platinum wire is completely 
saturated with the oxides, and then exposed for some time to the reducing 
flame, whereby the nickel in the bead is separated in the metallic state. 
If the wire be then suspended by a thread or a hair attached to its 
middle, the bead, if nickel is present, will be attracted by the magnet. 
(Genth, Ann. Pharm. 60, 208.) I 


C. With Microcosmic Salt, nickel-oxide exhibits the same characters; 
but the colour disappears almost entirely as the glass cools, and the inner 
flame exerts no reducing action: the addition of tin, however, reduces the 
nickel after a while. (Berzelius.) 


q D. MerapyospiatTE oF NICKEL-OXIDE AND Sopa.—Prepared like 
the corresponding cobalt-salt (p. 344).— Greenish-yellow, anhydrous 
powder, insoluble in water and dilute acids, but soluble in strong sulphuric 
acid, 


Maddrell. 
GIN TO) eee onstes eerie ico 225°0 Ford COBH. i<! Aare 29°79 
ENED eoten waster limeiankai aN clans oz 31°0 7s Te aie 4:06 
(ee OP ue arity Goeth uae iusniines ss 499°8 GO"OG i eae 66:15 
6(NiO, PO®*) + NaO,PO® ee 435'8 Pee LOS) eo tandsdss 100°00 


“(Maddrell, Ann. Pharm. 61, 56.) T 


* Chem, Soc. Qu. J. 2, 103. 
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NIcKEL, BARIUM, AND STRONTIUM. 


Nicconate or Baryta and NicconaTe or Stront14.—Precipitated 
on mixing niccolate of ammonia with baryta- or strontia-water. Decom- 
posed by sulphate of potash or sulphate of ammonia. 


NickrEL AND CALCIUM. 


Nicconate oF Lime.—Similar to the baryta-compound. 


NickEL AND MAGNESIUM. 


Nicconate of Magnusta.—Precipitated on adding ammonia to a 
nickel-salt mixed with a magnesia-salt; excess of ammonia does not 
extract the whole of the nickel-oxide. (Berzelius.) 


B. Paospuate or NickeL-oxipE AND Macnusta.—Precipitated on 
adding ammonia—even in excess—to an acid solution of nickel-oxide and 
magnesia containing phosphoric acid. (H. Rose.) 


NickEL AND ALUMINUM. 


A. Anuminatr or Nicket-ox1pe.—Analogous to the compound of 
nickel-oxide and magnesia. 


~B. Fivoriwe or ALumMiINuM aNnp Nicxket, or HyDROFLUATE OF 
Atumina anv NickeL-ox1pE.--Formed by evaporating a mixed aqueous 
solution of hydrofluate of alumina and hydrofluate of nickel-oxide. Long, 
pale apple-green needles, which dissolve in water slowly but completely. 
Ammonia precipitates the salt A from the solution. (Berzelius.) 


NiIcKEL AND SILICIUM. 


A. Hypratep Fivoripe or Sitictum anp Nicxen, or Hypro- 
FLUATE OF S1tica AND NicKeL-ox1pE,—NiF, Sik’+7Aq. By evapo- 
rating a solution of nickel-carbonate in hydrofluosilicic acid. Green 
rhombohedrons and six-sided prisms easily soluble in water. (Berzelius, 
Pogg. 1, 198.) 


B. Guass FLUXES conTarninc NicxeL.—Oxide of nickel imparts a 
bluish colour to glass-fluxes containing potash and a hyacinth colour to 
those which contain soda. 


NicKEL AND TUNGSTEN. 


A. Tounestate or NickeEt-oxipe.—a. DJonotungstate, — Mono- 
tungstate of potash added to nickel-salts, throws down a light green 
powder, which gives off its water and turns yellow when ignited; in the 
unignited state, it is insoluble in water and oxalic acid, but dissolves in 
boiling phosphoric or acetic acid, and in warm ammonia, (Anthon.) 
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_ 6. Bitungstate—Alkaline bitungstates form with nickel-salts, a pre- 
cipitate, which, when ignited, collects into a somewhat pasty mass; and. 
this, on exposure to the air, hardens, becomes light green, and somewhat 
translucent. The light green powder which it yields, again becomes 
somewhat doughy when soaked in water. At a heat below redness, the 
mass turns brown and gives off its water; when strongly ignited it bakes 
together slightly. The unignited salt is insoluble in water, slightly 
soluble in oxalic acid, perfectly soluble in phosphoric or acetic acid. 
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B. SULPHOTUNGSTATE oF NickEL.——NiS,WS*.—Similar to the cobalt- 
compound. 


NickEL AND MoLyBDENUM. 


A. MotyppaTE or NicKkEt-ox1pE.— Molybdate of potash forms with 
chloride of nickel, a light apple-green precipitate (Richter)—white, accord- 
ing to Hatchett,—slightly soluble in boiling water. 


B, SuLPHOMOLYBDATE oF Nicxet.—NiS,MoS*—Analogous to the 
cobalt-compound. 


C. PERSULPHOMOLYBDATE oF NuicKkreLt.—NiS, MoS‘.—Black-brown 
precipitate retaining the same colour when dry, soluble in excess of 
sulphomolybdate of potassium, but separating out again in the course of 
24 hours. (Berzelius. ) 


NICKEL AND VANADIUM. 


VANADIATE OF NICKEL-OxIDE.—a. Monovanadiate.—The aqueous 
solution yields on evaporation a deep yellow, non-crystalline mass, which 
dissolves in water, but is precipitated from the solution on the addition of 
alcohol : the precipitate thus formed is yellow.—b. Acid.—The solution 
yields on evaporation small, deep yellow crystals, soluble in water, but 
precipitated again from the solution by alcohol. The solution in 
ammonia does not exhibit any blue colour. (Berzelius.) 


NIcKEL AND CHROMIUM. 


Curomate or Nicken-oxrpr.—a. Monochromate ?—1. Formed by 
mixing the solution of b with a small quantity of fixed alkali, or digest- 
ing it with carbonate of nickel-oxide.—Reddish yellow powder, insoluble. 


in. water. (Tupputi.)—2. Chromate of potash mixed with sulphate of. 
| ee Pere | 202 ; 
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nickel-oxide, forms an abundant precipitate on the application of heat : 
the liquid contains sulphate of nickel-oxide and potash, (Stokes, Kasén. 
Arch. 18, 191.) 


b. Acid Chromate ?—Aqueous chromic acid dissolves the hydrate or 
carbonate of nickel-oxide, forming a yellowish-red solution, which 
deposits a powder soluble in a larger quantity of the acid; and the latter 
solution deposits, according to Tupputi, a non-deliquescent crystalline 
mass,—according to John, red crystals aggregated in fern-like tufts. The 
dry cai is resolved at a red heat into chromic-oxide and nickel-oxide. 
(John. 


Permanganate of potash gives no precipitate with chloride of nickel. (Fromherz.) 


NicKEL AND ARSENIC. 


A. ArseNnIDE or Nicket.—a. A very small quantity of arsenic is 
sufficient to render nickel fusible before the blowpipe under borax; the 
nickel, however, when thus alloyed, retains its ductility and magnetic 
power. (Berzelius.) : 

b. With 4 At. Arsenic?—a, 100 parts of finely-divided nickel, 
heated in a close vessel with 200 arsenic, form, without visible combus- 
tion, from 150 to 156 parts of pulverulent or brittle arsenide of nickel. 
(Gehlen.)—. 100 parts of arseniate of nickel-oxide heated to whiteness 
in a charcoal crucible, yield 61°5 parts of arsenide of nickel, having the 
form of a greyish-white, brittle, non-magnetic button, exhibiting a fine- 
grained texture, and containing about half as much arsenic as copper- 
nickel, (Berthier.) 

. Placodine.—Crystalline system the oblique prismatic. The form 
is that of figures 91 to 120, with the faces w, t, 4, and f united; the faces 
e and z are likewise present in some crystals, u :w=64° 32; t:u= 
122° 16’; ¢ : z=183° 28’; ¢ : f=120° 5’; cleavage parallel to u and ¢. 
Specific gravity from 7-988 to 8:062. Bronze-yellow, somewhat lighter 
than magnetic pyrites; yields a black powder. (Breithaupt, Pogg. 53, 631.) 
—When heated in a tube, it gives off arsenious acid, and likewise 
sulphurous acid if a strong current of air plays over it, Before the 
blowpipe on charcoal, it fuses with tolerable facility, and emits arsenical 
fumes; after roasting, it yields a blue glass with borax. (Plattner, Pogg. 
58, 283.) 
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ce. Trisarsenide.—Orystallized Cobalt-speiss:—Found on taking down 
a worn-out blue-colour furnace. More rarely found in cobalt-speiss run 
out from the glass-pots. Appears to be produced by long-continued 
fusion of copper-nickel contained in cobalt-ores. (Wéhler.)—Crystalline 
system the square prismatic. Fig. 24 and 85; p :e=122° 10’; e:&= 
106° 28' e¢:e’=115° 39’; e :«=105° 17’; « : e"=145° 5’. Cleavage 
planes imperceptible, Fracture uneven. (G. Rose, Pogg. 28, 434.) Has 
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a strong lustre and a light pinchbeck-colour, less red than copper-nickel. 
Not magnetic. (Wohler, Pogg. 25, 302.) | 
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d. Di-arsenide.—Copper-nickel.—Double six-sided pyramid. (Glocker, 
J. pr. Chem. 12, 182.) Crystalline system the right prismatic; (ig. 48, 
without the p-face, and without the truncation between wu anda; 71 :t= 
60° 16’; 4: a=133° 25’. (Breithaupt, Schw. 68, 445.) Sp. gr. from 7°5. 
to 7°65. Harder than apatite; emits an arsenical odour when struck 
with steel. Fracture conchoidal. Colour copper-red; powder brownish- 
black. Non-magnetic. When heated in a glass tube, it fuses just when 


the glass begins to soften, giving off arsenious acid but no free arsenic. 


On charcoal before the blowpipe, it emits a strong arsenical fume, and 
fuses into a silver-white, brittle button. When roasted in the air, it leaves 
a yellow-green residue, which, when fused upon charcoal with carbonate 
of soda and a little borax, yields a tclerably ductile, magnetic button of 
metal. (Berzelius.) When heated to whiteness for an hour, it loses from 
12 to 15 per cent. in weight, but without alteration of appearance. (Ber- 
thier.) Enclosed in a charcoal crucible, and heated for half an hour in 
the blast-furnace, it gives off 4 per cent. of arsenic. (Wéhler.)—Dis- 
solves in nitric acid with separation of arsenious acid, more readily in 
aqua-regia. . zs 
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In the varieties examined by Berthier, part of the arsenic is replaced by 
antimony : he supposes that the sulphur is in the state of sulphide of 
antimony. 


e. Mono-arsenide,-—Arsenical Nickel or White Nickel-pyrites ( Weiss- 
nickelkies) of mineralogists. Cubes with the faces of the octohedron and 


* Verwitterung in Mineralreich, I., Heft. p. 68. 
+ Rammelsberg’s Handw., 4 Suppl. p. 122, 
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dodecahedron; or a fine-grained mass. (Booth, Sill, Am. J. 29, 241; also 
Pogg. 32, 295.) Sp. gr. 6°735. (Rammelsberg.) Harder than apatite; 
brittle; tin-white. Before the blowpipe it behaves like copper-nickel, 
but when heated in a glass tube closed at one end, it yields a sublimate 
of arsenic and a copper-coloured residue of arsenide of nickel. (Berzelius. ) 
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B. Arsenite of Nicket-oxipr, or NickeL-ArsEniTe.—Formed by 
mixing arsenite of potash with a dissolved nickel-salt.—Apple-green 
- powder, which, when ignited in a glass tube, gives off water and arsenious 
acid, but not all that it contains, becoming first blackish, then olive-green 
(light green, according to Berzelius). On igniting the salt in a platinum 
crucible, the arsenious acid quickly volatilizes, and pure nickel-oxide 
remains behind.—Insoluble in water, but easily soluble in ammonia. 
(Proust.) 


C. ARsENIATE oF NIcKEL-OxIDE, or NICKEL-ARSENTATE.—Terbasic. 
Double decomposition yields an apple-green powder, or apple-green 


« erystalline grains having a metallic taste.—Arseniate of nickcl-oxide 


heated not in contact with carbonaceous matter, gives off nothing but 
water, becoming at first hyacinth-coloured and transparent, and assuming 
a light yellow colour when ignited; at higher temperatures, it exhibits no 
further alteration, unless it comes in contact with combustible matter. 
(Proust.) When heated with sulphur, it gives off sulphurous acid, and 
first yellow, then red sulphide of arsenic, and leaves sulphide of nickel. 
(Débereiner.) Gives up its acid to fused hydrate of potash.—Insoluble 


in water, soluble in arsenic acid, and in-the stronger mineral acids. — 


Easily soluble in aqueous ammonia. Potash added to the ammoniacal 
solution precipitates niccolate of potash free from arsenic, unless ferric 
oxide is present, in which case the precipitate likewise contains arsenic 
acid. (Berzelius.) On dissolving it in an acid cobalt-salt, and adding a 
small quantity of potash, arseniate of cobalt-oxide is precipitated. 
Nickel-ochre or Nickel-bloom is also a trisarseniate of nickel-oxide. 
It is produced by oxidation of arsenide and sulpharseniate of nickel, 
which takes place more quickly than with the corresponding cobalt-ores. 
The most oxidable of all is the white nickel-pyrites, which quickly 
tarnishes and blackens when immersed in aerated water, and after a few 
months exhibits apple-green spots on its projecting points; next in order 
of oxidability is copper-nickel, and lastly nickel-glance. Together with’ 
nickel-ochre, which is never crystalline, this weathering process sometimes 
produces crystalline needles consisting of sulphate of nickel-oxide and 
sulphate of lime. The green coating with which the three ores above 


* Rammelsberg’s Handworterbuch, 4 Suppl, p. 8+ 
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mentioned become covered by exposure to damp air, contains nickel-ochre 
mixed with arsenious acid: in the mines, the arsenious acid is dissolved 
out by water. (Karsten, Pogg. 60, 267.)—Nickel-ochre is massive, 
earthy, friable, apple-green, and greenish-white. When ignited in a 
retort, it gives off water, which sometimes reddens litmus from admixture 
of sulphuric acid; in the latter case, it often likewise yields a sublimate 
of arsenious acid; the residue is yellow. (Karsten.) Heated on charcoal 
before the blowpipe, it gives off a strong fume of arsenic, and fuses in the 
inner flame to a metallic button containing arsenic. Water extracts from 
it traces of sulphuric acid, frequently also of the sulphates of nickel- 
oxide, cobalt-oxide, and lime. (Karsten.) Dissolves readily in hydro- 
chloric or nitric acid. 
Stromeyer. Berthier. 
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SRA. foe 299°5 00°00 10000 ue 100°0 ve 99°94 -4100°13 .. 98°85 
a. From Riechelsdorf.—d, from Allemont.—c, from a mine near Schnee- 
berg. Gives off slightly acidulated water when ignited, but no arsenious 
acid.—d, From the Adam Haber-Fundgrube, near Schneeberg. Gives 
off water containing a trace of sulphuric acid.—e. From the Weisser 
Hirsch mine, near Schneeberg. Yields a slight sublimate of arsenious 
acid, 


D. BisuLPHIDE oF NICKEL WITH PROTO-ARSENIDE OF NICKEL.— 
Nickel-glance or Nickel-arsenic-glance.—Octohedrons, sometimes with 
the faces of the pentagonal dodecahedron and cubo-octohedron. Cleavage 
parallel to the cube-faces. Sp. gr. 6°097 (G. Rose); from 6238 to 6°331 
'(Breithaupt); 6°757 (Mohs); fgom 6°7 to 6-9 (Horner). Harder than apatite. 
Tin-white inclining to lead-grey; yields a greyish-black powder.—Decre- 
pitates strongly when heated in a flask, and when heated to redness yields 
a strong sublimate of fused, yellowish-brown sulphide of arsenic, while a 
mass like copper-nickel is left behind. (Berzelius.) Dissolves in nitric 
acid, with separation of sulphur and arsenious acid, 


Berzelius. Débereiner. Rammelsberg. Horner, 
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Of the two varieties examined by Liéwe, that from Schladming was 
crystallized, that from Prakendorf was massive; the variety analyzed by 
Schnabel was crystallized. 


E. SuLPHARSENTTE oF NicKEL.—2NiS,As$*.—Black precipitate, which 
remains black on drying and yields a black powder; when distilled, it 
yields orpiment and leaves a residue of yellow, coagulated sulphide of 
nickel. (Berzelius. ) 


F. SuLPHARSENIATE oF NickEu.—3NiS,As8", and 2NiS, AsS*,—Both 
bibasic and terbagic sulpharseniate of sodium produce with dilute nickel- 
salts, a clear, yellowish-brown liquid, which gradually darkens and forms 
a precipitate; in a concentrated solution, the precipitate is formed imme- 
diatély. Itis dark brown at first, but becomes black when collected and 
dried; it is not decomposed by hydrochloric acid, but dissolves in an 
excess of the aqueous sodium-salt. When arseniate of nickel-oxide dis- 
solved in hydrochloric acid is precipitated. by hydrosulphate of ammonia 
in excess, the precipitate contains sulpharseniate of nickel, together with 
sulphide of nickel. (Berzelius,) 


NICKEL AND ANTIMONY. 


A. AntimonipE or Nicxen.—Di-antimonide—1 part of nickel 
powder, heated with 2 parts of antimony powder, produces a blackish- 
grey, metallic powder, the combination being attended with the emission 
of a red light. (Gehlen.)—-On fusing together 1 At. (59 parts) of nickel 
with 1 At. (129 parts) of antimony, light and heat are emitted, and a 
magnetic mass is obtained exactly resembling the following native com- 
pound in hardness, lustre, and colour, and Wisrins in its behaviour with 
heat and with acids. (Stromeyer, Schw. 69, 252; also Pogg. 31, 134.) 


Antimonial Nickel (Antimonnickel, or Antimonnickelerz) of mineralo- 
gists. Obtuse, double six-sided pyramid, fig. 131 ; length of the prin- 
cipal axes ; length of the secondary ames = 1°3. Sp. gr. 7'541 (Brei- 
thaupt, Pogg. 51, 512). Six-sided tables; fracture uneven; harder than 
fluorspar; the recent fracture exhibits a light copper-colour with a tinge 
of violet; powder red-brown. Not magnetic. When ignited in a glass 
tube, it yields a small sublimate of antimony. On charcoal it forms an 
antimonial deposit, and cannot be fused excepting in very small pieces. 
But little attacked by simple acids; dissolves easily—and completely if 
no galena is mixed with it—in aqua-regia. (Stromeyer & Hausmann.) 


* Jahresh. L. & K. 1847-8, 1155. 
+ Ibid. ” 1849, 720. 
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Stromeyer. 
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B, ANTIMONIATE OF NICKEL-OXIDE.—Greenish-white, insoluble in 
water. (Berzelius.) 


C. BisutpHie oF NickeL witH ANTIMONIDE oF NicKeL.—Wickel- 
verous grey Antimony, Hartmannite (Nickelspeissglanzerz or Nickelanti- 
monglanz).—Regular octohedrons with the faces of the cube and rhombic 
dodecahedron. Cleavage parallel to the cube-faces. Specific gravity 
6°45; harder than fluorspar. Fracture fine-grained. Colour lead-grey 
inclining to steel-grey; powder greyish-black. Before the blow- 
pipe on charcoal, it emits a strong antimonial fume, together with sul- 
phurous acid, and sometimes with a very slight arsenical fume, and fuses 
into a metallic globule, which remains brittle and fusible even after long 
blowing; and if fused with carbonate of soda, does not-sink into the char- 
coal, but forms a black bead containing sulphide of sodium. (Berzelius.) 
The mineral dissolves in nitric acid with separation of antimonic nitrate, 
and in aqua-regia with separation of sulphur. | 


H. Rose. John. Klaproth. 
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In the ore examined by Klaproth, part of the antimony is replaced by 
arsenic, whereby a transformation into the isomorphous mineral, Vickel- 
glance, is produced. 


D. SULPHANTIMONIATE oF NicxEL.—3NiS,SbS°.—Precipitated on 
mixing an aqueous nickel-salt in any proportion whatever, with Schlippe’s 
salt.—Black ; oxidates in the air; decomposed by heated hydrochloric 
acid. (Rammelsberg, Pogg. 52, 236.) 7 


NICKEL AND TELLURIUM. 


A. Tetuurite oF NickEet-ox1pE.—Formed by double decomposition. 
Very pale greenish-white flakes. 


B. TEeLturite of NickEL-ox1DE. Exactly similar. (Berzelius.) 


C. SULPHOTELLURITE oF NickeL.—Black precipitate. (Berzelius.) 


NICKEL AND BISMUTH. 
A. BisMUTH-NICKEL.—Brittle, laminar alloy. (Cronstedt.) 


B. SutpHipe or BismutH AND Nickeu.—Nickel-bismuth-glance.— 
Octohedrons and cubo octohedrons, with cleavage-planes parallel to the 
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octohedral faces. Harder than apatite. Colour steel-grey, inclining to 
silver-white; powder grey. Fuses readily before the blowpipe, emitting 
an odour of sulphurous acid, and under the action of a long-continued 
blast, covers the charcoal with a yellowish deposit, and yields a strongly 
magnetic grey bead, bronze-yellow on the fractured surface. With borax 
or microcosmic salt, it yields a brown glass in the outer flame. Dissolves 
readily in strong sulphuric acid, with separation of sulphur; gives off 
sulphuretted hydrogen when treated with hot hydrochloric acid; not 
decomposed by caustic potash. 


Nickel-bismuth-glance, from Sayn-Altenkirchen (Kobell.) 
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NICKEL AND ZINC. 


NicKEL-Zinc.—1 part of nickel powder unites with 2 parts of zinc- 
foil, emitting a red light, and forming a blackish-violet powder and 
brittle metallic globules. (Gehlen.) The combination is attended with 
combustion and explosion. (Gersdorff, Pogg, 8, 103.) 


B. SunpHatE oF NICKEL-OXIDE AND ZINC-oxXIDE.—Zine dissolves, 
with evolution of hydrogen, in aqueous nickel-sulphate containing excess 
of acid.. The solution yields pale green crystals resembling the rhombic 
crystals of nickel-sulphate; they have a sharp, astringent, and metallic 
taste, effloresce with ease to a white powder, and dissolve in 8 or 4 parts 

_ of cold water. (Tupputi.) 


NICKEL AND TIN. 


NickEL-Tin.— White, hard, brittle alloy. 


NICKEL AND LEAD. 


A. Nicxet-Leap.—The two metals may, with some difficulty, be 
made to unite and form a grey, slightly lustrous, laminar and friable 
alloy. (Cronstedt, Tupputi.) 


-B. Piumpire or NicKEL-ox1DE.—Analogous to niccolate of magnesia. 


NIcKEL AND IRON. 


AuLoys or NickeL AND Iron.—Combination takes place with ease. 

a. 3 parts Nickel to 2 Iron: Grey, moderately hard, perfectly 
malleable alloy,, whose magnetic power is to that of iron as 35; 55. 
(Lampadius.) 
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6. 1 pt. Nickel to 10 Iron: Greyish-white inclining to yellow, less 
malleable, and less inclined to rust than pure iron. Sp. gr. 7'849. 

c. 1 pt. Nickel to 33 Iron: Somewhat whiter than iron, and less 
inclined to rust, but equally malleable. Sp. gr. 7:804, (Faraday & 
eden, Gilb. 66, 289.) . 


Meteoric Iron also is principally an alloy of iron and nickel. The 
following are analyses of various specimens: 


a. b. re d. e. ve g- h. 
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a. From Clairborne, in Alabama. (Jackson. ) 

6. From Cap; sp. gr, 7°665. (Wehrle. ) 

c. From Rittburg (Stromeyer); had ‘been previously fused at the 
forge. Fragments of the unfused mass have, according to Steininger, a 
density of 6°14. 

d. The Pallas meteoric iron from Siberia (Berzelius). The word 
Insol, denotes the portion insoluble in hydrochloric acid, the analysis of 
which is given below. 

* é, From Louisiana. (Shepard.) 

f. From Potosi. (Morren.) 

g. From Hraschina near Agram; sp. gr. 7:78. (Wehrle. ) 

h. Metallic mass “des verwinschten Burggrafen” in Elbogen. (Ber- 
zelius. ) 
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i. From Lenarto; sp. gr. 7°798. (Wehrle. ) 
k. From Tokavito in Columbia. (Boussingault.) 
7. From Atacama. (Turner.) 
m. F'rom the eastern shore of the Great Fish River. (Herschel.) 
n. From Bohumilitz in prance Engol; ‘denotes the age insoluble 
in nitric acid. z 3 
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_ 0. Metallic particles extracted by the magnet from the meteoric iron 
from Macedonia, containing magnetic pyrites together with nickel-iron. . 
p. From Durango in Mexico. (Klaproth.) 
g. From Brabin in Poland. a. Bluish variety; 8. white. (Laugier.) 
The specimens of meteoric iron from Cap, Agram, Bittburg, Lenarto, 
Gotha, and Elbogen, and likewise those from Brazil, Buenos Ayres, 
Lousiana, and Siberia, contain from 0°1 to 0°2 per cent. of copper 
(Stromeyer.) | 
Composition of the residues insoluble in acids: 


a b. C. 
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a. The residue left on dissolying the Pallas iron from Siberia in dilute 
hydrochloric acid.—d. The same from the Elbogen iron.—c. When the 
meteoric iron from Bohumilitz is dissolved in dilute nitric acid, an insolu- 
ble residue is left, amounting to between 2:20 and 2°26 per cent. ; it 
consists of about equal parts of white, metal-shining scales, whose com- 
Fag fon is given under e, and a carbonaceous substance, after the com- 

ustion of which there remains a small quantity of basic phosphate of 
ferric oxide, together with nickel-oxide, silica, and a trace of chrome-iron- 


ore. These insoluble phosphorus-compounds appear to be the cause of — 


the crystalline figures (Wiedmanstddt’s jigures) which are developed 
when a bright surface of meteoric iron is etched with acids. (Berzelius.) 


For other analyses of meteoric iron, vid. Jahresber, L. & K.; 1847-8, _ 


p. 1298; 1849, p. 827. 


B. and C. NiccouaTE oF Ferrous OxipE, and FERRITE oF NIcKeEL- 
Ox1pE.—Analogous to niccolate of magnesia. 


D. CarsBipE or NickEL AND IRon.—1 part of nickel forms with 
8 or 10 parts of steel, a damask-figured alloy, which has a density of 
7°684, and rusts much more quickly than pure steel. (Faraday & 
Stoddart.) | 2 i | 


F. SunpHipE or Nicken AnD Iron.—Jron-nickel Pyrites (Hisen-— 


nickelkies).—Crystalline masses, with cleavage-planes parallel to the faces 
of a regular octohedron. Sp. gr. 4°6. Hardness equal to that of mag- 
netic-pyrites. Colour light bronze-brown; lustre faintly metallic. Not 
magnetic. The pulverized ore was freed from magnetic-pyrites by the 
magnet, previous to analysis; it is likewise mixed with copper-pyrites,— 
hence the copper. (Th. Scheerer, Pogg. 58, 315.) 


Tron-nickel pyrites. 
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F.. SULPHATE or NICKEL-OxIDE AND Ferrous OxipE.—Forms with 

water, green rhombic crystals, which crumble to a yellow powder wher 
exposed to the air. (Link. Crell. Ann. 1796, 1, 31.) 7 


NickEL AND CoBALT. 


NICKEL-COBALT.—The two metals easily fuse together. 


OTHER CompouNpDs oF NICKEL, 


With Copper, Mercury, Silver, Gold, Platinum, and Palladium. 


CHAPTER XXXV. 


COPPER. 


Proust on Copper. Ann. Chim. 32, 26; also Crell. Ann, 1800, 1, 39.— 
J. Phys. 51, 178; also Scher. J. 8, 290.—J. Phys. 53, 893 also 
Scher. J. 9, 888; also Gilb. 25, 164.—J. Phys. 59, 393; also A.. Gehl. 
6, 552.—J. Phys. 79, 126. 

Karsten. System der Metallurgie, 5, 231; also Schw. 66, 253. 

Kane. Ammoniacal compounds of Copper. Ann. Chim. Phys..72, 265. 


Synonymes. Cuivre, Kupfer, Cuprum, Venus, 


History.—Known from the earliest times; the name is derived from 
that of the island of Cyprus. Many of its compounds have been most 
exactly investigated by Proust. 


Sources.—As native copper. “% Large masses of native copper have 
been found on the coast of Lake Superior in North America. Forrest 
Shepherd (Sill. dm. J. [2], 4, 115) describes a mass found on the south 
coast of that lake, near the mouth of the river Elm, which was 33 feet 
long, 24 feet broad, between 7 and 8 inches thick, and weighed 1625 
pounds. Its surface exhibited specks of metallic silver, and particles of 
syenite and sandstone were found in its cavities. It appeared to have 
been transported from a bed of greenstone situated eight or nine miles 
to the southward, in which masses of native copper are found, likewise 
dotted with silver. Another mass- previously found in the same locality 
weighed 2200 pounds. A third mass weighing 110,pounds is mentioned by 
Cordier (Compt. rend. 28, 161) as likewise coming from the shores of 
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Lake Superior. C. Jackson, ina letter to Silliman (Sill. Am. J. [2], 
7, 286) speaks of a mass of native copper found in the Cliff mine on the 
Eagle river, which weighed 50 tons. Native copper is. also found in thin 
lamingw in the decomposed basalt at Rheinbreitenbach. (Rhodius, Anz. 
Pharm. '78, 212.) <A large vein of metallic copper has lately been found 
near Harlech, North Wales, ‘T | 

Copper likewise occurs in the forms of cuprous and cupric oxide; as 
carbonate, phosphate, sulphate, hydrochlorate, silicate, vanadiate and 
arseniate of cupric oxide; as a compound of peroxide of manganese with 
cupric oxide; as disulphide and protosulphide of copper; as sulphide 
in union with the sulphides of other metals; in Copper-bismuth-ore, 
Needle-ore, Tin-pyrites, Tennantite, Fahl-ore or Grey Copper, Bour- 
nonite, Cupriferous Sulphide of Antimony, Black Copper ore (Grau- 
gultigerz), White Silver (Weissgultigerz), Purple Copper, Copper-pyrites, 
sulphide of copper and silver, &c.; as selenide, alone and in combina- 
tion with selenide of silver. To the amount of 0°1 to 0'2 per cent. in 
many specimens of meteoric iron; in very small quantity, according 
to Berzelius (Pogg. 48, 150), in the Saidschuitz water; it has likewise 
been found in many other mineral waters (vd. Liebig & Kopp’s Jahresber. 
I, 1013-1018); in many kinds of mould and in plants growing therein. 
7 Copper has also been found in sea-weed (Malaguti, Durocher, and 
Sarzeau, V. Ann. Chim. Phys. 28, 129), a fact which proves its existence 
in sea-water;—in the blood of various Ascidia and. Cephalopoda (Harless, 
Chem. Gaz. 1848, 214), and in very small quantity in the bodies of animals 
of higher organization, including man (L..& K. Jahresber. 1, 871, 874; 
2,580). According to Walchner (Compt. rend. 23, 12), copper is as 
widely distributed in nature as iron, small quantities of it (and likewise 
of arsenic) being invariably found in iron ores, in all soils and mineral 
waters which contain iron, and even in meteoric iron. (Vid. IV, 250.) 1 


Preparation.—1. From cuprous oxide and carbonate of cupric oxide, 


by fusion with charcoal and, when necessary, with a flux, either in» 


smelting or in reverberatory furnaces. 

2. Sulphide of copper, either pure or mixed with other metallic 
sulphides, is repeatedly roasted, whereby the sulphur and arsenic con- 
tained in it are volatilized, and the iron converted into oxide. In the 
fusion which follows this calcination, the iron passes into the slag in the 
form of ferrous silicate, and the copper collects beneath the slag in the 
state which is technically called Coarse Metal: this usually contains 
the whole of the copper in the form of disulphide, together with smaller 


quantities of the sulphides of lead, iron, and other metals. By repeated 


calcination of the coarse metal, followed by fusion with quartz-sand and 
charcoal, there are obtained: 1. Slag mainly consisting of monosilicate of 


ferrous oxide; 2. Coarse metal, which, by repeated roasting and fusion, is 


converted into slag and blue metal; 3. At the bottom: dark-coloured, 
slightly ductile metal called Coarse Copper or Blue Metal (Schwarzkupfer) 
mixed with zinc, tin, lead, iron, vanadium, antimony, arsenic, sulphur, 
&c., according to the nature of the ore. This latter product is purified or 
refined by keeping it for a long time in a state of fusion in contact with 
air in the Refining Furnace, whereby the foreign metals and the sulphur 
are oxidated more quickly than the copper, and partly volatilized, partly 
run off, mixed with cuprous oxide, as refinery slag. If. the coarse copper 
contains silver or gold, it is subjected before refining to the process called 


in Germany the Saigerarbeit. (vid. Silver.) The refined copper (Gar 4 
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kupfer) thus obtained, as well as that prepared by (1), istaken out in cakes 
in proportion as it solidifies in round masses from top to bottom.—Refined 
copper may, if the refining process has not been continued long enough, 
still contain sulphur and foreign metals, or if the action of the air has been 
too long continued, it may be intimately mixed with cuprous oxide or a 
compound of antimonic oxide with cuprous oxide (Copper-mica), which 
makes it dark red, crystalline, and brittle in the cold: Dry Copper. To 
free it from these impurities, it is thoroughly fused with charcoal, whereby 
it is converted into toughened copper (hammergares Kupfer). In Germany, 
the copper is fused with charcoal and the fire urged with the bellows; if 
the action goes on too long, the cuprous oxide first decomposed by the 
charcoal is reproduced and the copper becomes charged with it, or over- 
refined. In England, the copper is fused in a reverberatory furnace, under 
a layer of charcoal powder, and frequently stirred up with birch-stems 
(poling) which causes an escape of gas; if the fusion be too long con- 
tinued, the copper takes up carbon and acquires a pale yellowish-red 
colour, at the same time becoming fibrous; and more brittle than when it 
contains cuprous oxide; this carbonized metal is called over-refined or 
over-poled Copper. , 
7 A new. method of smelting copper-ores has lately been introduced 
by Rivot and Phillips. It consists in completing the extraction of the 
copper by means of metallic iron, after the greater part has been separated 
by the ordinary process of reduction with coal or charcoal. Napier, 
(Dingl. pol. J. 27, 293) had shown that copper may be precipitated from 
fused silicates containing it, by the action of the electric current, the 
mineral being fused in a black-lead crucible connected with the positive 
pole of the battery, and the negative pole being formed of an iron plate 
dipping into the fused mass. It was afterwards found by numerous 
experiments made at the Hcole des Mines in Paris, that metallic iron 
alone, without the aid of the battery, is capable of precipitating copper 
from silicates in a state of fusion, just as it does from saline solutions at 
ordinary temperatures. In applying this method to practice, however, it 
was found that the expenditure of iron would be too heavy; hence the 
modification above noticed was adopted, of only using the iron to complete 
the reduction.—The process is as follows: The ore is pounded, roasted in 
the calcining furnace, and then heated till all the sulphates are decom- 
posed; by this means nearly all the sulphur is expelled. The roasted ore 
is then fused with lime and non-bituminous coal. The fusion, which must 
be quickly conducted, yields two products, viz., reduced copper at the 
bottom, and a fused mass of slag or silicate (called the ath) floating on 
the top; this contains the remainder of the copper, usually from 2 to 
23 pts. in a thousand (? in a hundred). ‘This residual portion of copper 
is precipitated by the immersion of iron bars into the melted slag: the 
reduction occupies from 3 to 4 hours for acharge of 5 ctr. The slag, after 
‘this treatment, still retains from 0°005 to 0°0065 copper; the copper 
yielded by it is also contaminated with 0°004 iron and sulphur, and still 
requires refining. The estimated saving by this process, as compared 
with the ordinary method under given circumstances, is about 17 per 
cent. (L. & K. Jahresb. 1, 1021.) ane 
For other improvements in the smelting of copper, wd. Chem. Gaz. 
1848, 491; 1149, 47 and 418. For analyses of copper-slags, vid. Field, 
(Chem. Soc. Q. J. 2, 220).| 
3. From water containing sulphate of copper, the copper is precipi- 
tated by metallic iron (Cament-kupfer). This process is applied to the 
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water from minés; in which cupric sulphate is produced by the weathering 
of ores containing sulphide of copper, and likewise to the ley obtained by 
roasting ores of this nature and exhausting the product with water. 


a. is Swedish copper (Scheiben-kupfer).—b. from Mansfeld (v. Kobell, — 


J. pr. Chem. 1, 872).—c. Copper from Switzerland, distinguished by 


peculiar softness and malleability, partly attributable perhaps to the . 


potassium which it contains. (Berthier, dan. Chim. Phys. 44, 120.) 
d. Native copper from Brazil, sp. gr. 8°962. (Marchand & Scheerer, 
J. pr. Ohem. 27, 1938.) 
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For analyses of copper containing nickel, vid. Jahresber. L. & v€ 
1847-8, 1038.] | 

Karsten never found sulphur in toughened copper.—The Japanese 
copper is nearly pure; other kinds, which are less pure, may be freed from 
the other ignoble metals, by ignition for half-an-hour with one-third of 
their weight of nitre in a covered Hessian crucible. (Lampadius.) 


@ Percy (Chem. Gaz. 1849, 47) has examined copper mixed with phos- | 


phorus by fusion; he found in two specimens, 0°93 and 2°41 phosphorus 
together with 1:99 and 2°41 iron (arising from stirring the fused metal 
with an iron rod). The copper thus alloyed was distinguished by peculiar 
hardness, and its malleability, though less than that of ordinary copper, 
was not impaired to a degree corresponding to the increase of hardness. IT 


Properties.—The crystals of native copper, and likewise those obtained 
by fusion, belong to the regular system, Mig. 1, 2, 3, 4, 5, 8, and 11. 


Hauy likewise found native copper in the form of Fig. 188, and Seebeck 


found in Hermbstiidt’s collection, artificial crystals apparently belonging 
to the rhomboidal system. It has, however, been shown by Haidinger 
and G. Rose (Pogg. 238, 197; 55, 831), that these forms are macled 
crystals of the pyramidal cube, and therefore belong, like the others, to 


the regular system.—When a dilute solution of copper is left for some’ 


time in contact with wood, the copper is sometimes deposited from the 
liquid in cubes, octohedrons, and long four-sided prisms (elongated cubes) 
acuminated with 4 (octohedral) faces resting on the edges. (Wagner, 
Schw. 47, 325.) In other cases, the wood precipitates the copper in thin 
ductile plates with warty surfaces. (Clement, dnn. Chim. Phys. 27, 440; 
also Schw. 44, 86; Bischof, Pogg. 3, 195.) Copper in the massive state, is 
very hard and elastic and strongly sonorous; it has considerable tough- 
ness, may be beaten out into very thin leaves, and drawn out into very 
fine wire; its fracture is red, shining, indented, and slightly granular; 
after hammering, it exhibits a sinewy fracture, with a light-red, silky 
zadiance. The greater the purity of copper, the greater is its malleability 
and, generally speaking, its softness, and the less heat does it require to 
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deprive it of the brittleness produced by beating. Copper contaminated 


with other metals exhibits, not an indented, but ascaly, granular fracture 


with but little lustre, and after hammering, a scaly, dingy-red fracture, 


also with but feeble lustre. (Karsten.) For the effect of particular impu- 
rities, vid. Copper and, Carbon; Cu. and Potassium; Cu. and Arsenic; 
‘Cu. and Antimony; Cu. and Bismuth; Cu. and. Zinc; Cu. and Tin; Cu. 
and Lead; Cu. and Iron. Sp. gr. of native crystallized copper, 8°94; of 
copper precipitated by the electrotype process, 8°914; of pure copper after 
fusion, 8°921; of unignited copper wire, from 8°939 to 8°949; of ignited 
wire, 8930; of flattened wire, 8-951; of copper plate formed by rolling 
and afterwards hammered, 8:952, &c., &c. (Marchand and Scheerer, 
J. pr. Chem. 27, 193.)—Since copper in fusing takes up oxygen from the 
air, which it afterwards gives off on solidifying, it generally contains air- 
cavities within its substance, which diminish its specific gravity; and as 
these cavities are diminished in size by the subsequent hammering, 
rolling, or wire-drawing, the specific gravity of the copper is thereby 
increased. As this circumstance was formerly not sufficiently attended 
to, it was supposed that copper increased considerably in density by 
working (vd. infra). But copper fused under common salt, which 
prevents the absorption of oxygen from the air, has a density of 8°921, 
which, by a pressure of 300,000Ibs. in the hydraulic press, is increased only 
to 8-930, an increase so slight, that it is probably due, not so much to an 
actual approximation of the atoms of the metal, as to the diminution of 
hollow spaces still remaining in it. (Scheerer & Marchand.) —Older 
determinations of the specific gravity of copper: Fused, 8-788; hammered 
8°878 (Brisson); fused, 8°85; hammered, 8°95 (Berzelius); fused, 8°90 
(Herepath); fused, 8-8969; after ignition and fusion with charcoal, 8°926; 
after fusion in the air, 8°6345 (Karsten). Copper is especially distin- 
guished by its red colour. 

In the finely-divided state, copper is a soft, dark-red, dull-looking 
powder, which, if pressed together while red hot, welds together into a 
compact mass.—Pulverulent copper is obtained: 1. By reducing the 
carbonate at a very gentle heat in an atmosphere of hydrogen. (Osann, 
Pogg. 52, 406.)—2. By boiling a concentrated solution of blue vitriol not 
containing free acid, with distilled zinc. As soon as the liquid loses its 
colour, which it does in a short time, the zinc is removed, and the copper 
powder well boiled with dilute sulphuric acid, then washed uninterruptedly 
with water, pressed between bibulous paper, and dried at 75°, or in a 
warm retort through the tubulure of which a stream of hydrogen is 


passed. (Bottger, Ann. Pharm. 39, 172.)—8. By igniting a mixture of» 


5 pts. dichloride of copper, and 6 dry carbonate of soda with sal- 
ammoniac, and afterwards exhausting with water. (Wohler & Liebig, 
Pogg. 21,582.)—Pulverulent copper, after being pressed together, may be 
welded in the same manner as platinum by Wollaston’s method, with the 
precaution, however, of saturating it with oil before each ignition, to 
prevent the formation of oxide. (Fournet, Ann. Chim. Phys. 75, 435.) 
On this welding property of copper, is founded Osann’s method of obtain- 
ing impressions in copper by pressure and ignition. (Pogg. 52, 406.) 
Copper melts at 1207° (Guyton Morveau), at 1398° (Daniell), more 
easily than gold, less easily than silver, and in the fused ‘state, exhibits a 
bluish-green colour. It expands in solidifying—On the mirror-surface 
of melted copper, a number of dull stellate spots quickly form and dis- 
appear again, as long as it continues in the liquid state. (Karsten.)— 
—Copper containing red oxide fuses more readily than pure copper, but 
VOL. V. 2D 
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“does not form so thin a liquid, flowing ‘on the contrary in thicker streams, 
which solidify more slowly; the dull spots on the surface are larger, do 
not exhibit the same active movement, and go on increasing till the 


‘surface is solidified. If the proportion of red oxide is large, the mass — 


does not expand in solidifying. An admixture of 0°1 per cent. of potas- 
sium, zinc, or lead, is likewise sufficient to prevent expansion in solidifying. 
Copper containing carbon behaves in the fused state like pure copper, but 
the motion of the spots, as they appear and disappear, is, still more lively. 
(Karsten.) as 

~ Copper exposed to the air while in the melted state, absorbs a small 
quantity of oxygen, which escapes again as the metal solidifies, and 
sometimes makes the copper porous, sometimes, on sudden cooling, breaks 
through the crust already formed on the surface, and produces spitting or 
projection of the copper (das Spriteen oder Spratzen des Kupfers). ‘This 


fact, first asserted by Lucas, and afterwards denied by Chevillot and 


Schweigger-Seidel (Sch. 58, 195), is established by the following obser- 
vations: Copper kept in a state of fusion in the air, and then poured into 
water, produces violent detonations, an effect which is not produced if 
the copper be previously fused for half an hour under a layer of charcoal 
powder; in the former case, the copper is brittle [from the presence of 
red oxide ?], in the latter, ductile. (Lucas, Ann. Chim. Phys. 12, 402.) 
Fearful explosions are likewise produced by pouring water on the surface 
of melted copper before it solidifies. , Copper which spits after refining 
—in which case small granules of metal are thrown up to the height of 
8 inches (Gilbert, Gilb. 37, 378)—is brittle, whereas that which does not 
spit is ductile. (Schweigger-Seidel.) — When copper spits, the hissing 
noise of the evolved gases is distinctly heard. (Marx, Schw. 55, 108.)— 
When copper is fused under a layer of common salt, it exhibits a smooth 
surface after solidification, and no hollow spaces when sawn through; but 


copper fused under a layer of fluorspar, or fluorspar with glass, borax . 


with glass, or carbonate of soda with glass, exhibits vacant spaces close 
under the surface when sawn through, and warty elevations on the sur- 
face corresponding to these cavities; if it be slowly cooled after fusion, 
the cavities are less considerable, and consequently the specific gravity is 
higher, but still below the true specific gravity of the solid metal. Com- 
mon salt forms a well-fused covering, which appears to prevent com- 
pletely the access of air; but fluorspar, or a mixture of that substance 
with glass, does not fuse perfectly, and therefore does not prevent the 
contact of the air. When a mixture of borax or carbonate of soda with 


glass is used, it may be supposed that the copper takes oxygen from — 
these compounds [or, perhaps, that these fluxes take up oxygen from the | 
air and transfer. it to the copper]. (Marchand & Scheerer, J. pr. Chem. — 


97, 105.) 

Copper boils at an intense white heat, ¢.g., before the oxy-hydrogen 

blowpipe. Peri a : 
Compounds of Copper. 


Coppmr AND OXYGEN. 


1, Copper in the massive state does not oxidate at ordinary tempera- 


tures in dry air, or even in damp air, unless carbonic acid is present. 
When heated to redness, its surface assumes a yellow, and then a violet 


tint, and afterwards becomes covered with a black crust, which consists — 


rf —_ 
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_ of protoxide without and dioxide within, and falls off in scales when the’ 


metal is suddenly cooled in water; Scale-oxide of Copper. Copper plate 
kept at a bright red heat for 4—7 hours in a mufile-tube, is for the most 
part converted merely into dioxide; it is only when the metal in the 
mner part has completely disappeared, that a larger proportion of prot- 
oxide is formed. (Anthon, Repert.76, 216.) Finely-divided copper takes 
fire in the air at a temperature considerably below redness, and is con- 
verted into protoxide—When copper is fused in the air in considerable 
quantities, large crystals of the dioxide are often formed. (Mitscherlich.) 
Copper kept at a white heat till it boils, burns with a light green flame, 
and is converted into protoxide: Flowers of Copper, Flores Oupri.— 
2. In contact with water and air containing carbonic acid, copper becomes 


tarnished, first with a blackish-grey, and then with a bluish-green colour: 


Copper-rust, also the so-called Verdigris. (Bonsdorff, Pogg. 42, 837.) 
Copper which has been buried for centuries in damp earth, is found to be 
converted externally into carbonate of the protoxide (Aerugo nobilis), and 
internally into crystalline dioxide. Green carbonate of the protoxide soon 
shows on the outside, dioxide beneath that, and unaltered metal in most of 
all. (Noggerath, Schw. 43, 129.) According to Becquerel (Ann. Chim. 
Phys. 51, 106), green and blue carbonate soon forms on the outside, while 
the inner portion is almost wholly converted into cubes and cubo-octohe- 
drons of the dioxide.—In a dilute solution of caustic potash, in which iron 


remains bright, copper becomes oxidized, and with ‘peculiar rapidity at 


those parts where it is in contact with air and water at the same time. 
(Payen, J. Chim. Méd. 9, 205.) Copper wetted with strong potash- or 
soda-ley, acquires a brown-black colour by exposure to the air for a few 
hours—more slowly when moistened with a dilute solution ; still more 
slowly when it is immersed in a dilute alkaline solution placed in an open 
vessel, but even then more quickly than in pure water. In water con- 
taining 1, part of caustic potash, the blackening takes place in a few 
days; in a very dilute solution of potash, the alteration produced is but 
slight; and in lime-water, even when diluted with twice its own volume 
of water, the copper retains its lustre. (A. Vogel, J. pr. Chem. 14, 107.) 
—Copper oxidizes readily in saline solutions; less easily when carbonate 
of potash is added to the liquid. In a solution of common salt mixed 
with carbonate of soda, it becomes covered in a few days with a brown 
film of dioxide, whereby it is bronzed. (Wetzlar, Schw. 49, 488).—3. At 
a white heat, copper slightly decomposes vapour of water, very slowly 
_ forming a small quantity of protoxide. (Regnault, Ann. Chim. Phys. 
62, 364.) It does not liberate hydrogen gas when boiled with hydro- 
chlorie acid (A. Vogel, Schw. 32, 801), or with dilute sulphuric acid.— 
4. It decomposes heated oil of vitriol and nitric acid, liberating sulphur- 
ous acid in the one case, and nitric oxide in the other, and forming a salt 
of the protoxide. 


rs 


A. Cuprovs Onciaae CuO, 


Di-oxide of Copper, Oxyde Cuivreux, Red Oxide of Copper, Rothes 

Kupferoxyd, Protoaide de Cuiwre,—Found native in the form of Red 

~ Copper-ore, which appears to have been formed by oxidation of copper in 

the humid way. . 

Preparation.—1. By exposing very thick copper wires under the 

muffle, first for half an hour to a white heat, and then for several hours 
2D2 


we 
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to a dallred heat. _The- cuprous ‘oxide is deposited on. the remain-. 


ing button of metal in black masses of erystals, which yield a purple-red 
powder. (Marchand, J. pr. Chem. 20, 505.)—2. One part of finely- 
divided metallic copper. obtained by precipitation with iron, 1s mixed 
with 11 pt. cupric oxide, and exposed in a close vessel to a low red heat 
(Chenevix); or copperplate is arranged in alternate layers with cupric 
oxide and ignited,—after which the superabundant metal may be easily 
separated from the red oxide, (Berzelius.)—3. A mixture of 24 parts of 


dehydrated blue vitriol, and 29 parts of copper filings, is heated in a. 


porcelain retort or a well-closed crucible—whereupon sulphurous acid is 
evolved—and the vessel is uot opened till perfectly cold. The red-brown, 
granular mass thus obtained, yields a red powder, and 1s free from sul- 
phur and metallic copper. (Ullgren, Pogg.~55, 527.)—4. By heating 
100 parts of crystallized blue vitriol with 57 parts of crystallized mono- 
carbonate of soda, till the water of crystallization is expelled —mixing 
the powdered residue with 25 parts of copper filings—stamping the 
mixture closely into a crucible—exposing it for 20 minutes to a white heat 
and washing the mass, after cooling and pulverization, with water. 
This «process yields about 50 parts of fine-coloured red oxide. If twice 
the quantity of carbonate of soda is used, sufficient, that is to say, to 
take up all the sulphuric acid, the dioxide obtained is mixed with prot- 
oxide. (Malaguti, Ann. Ohim. Phys. 54, 216; also J. pr. Chem. 2, 167.), 


—5. A mixture of 5 pts. dichloride of copper (prepared by evaporating a — 4 
solution of the protochloride, and fusing the residue in a crucible) and — 


3 pts. anhydrous carbonate of soda, is fused at a gentle heat in a covered 


crucible, and the residue exhausted with water. (Wohler & Liebig, Pogg. 


21, 581.)—6. Dichloride of copper is decomposed with aqueous carbonate - 


of potash in a closed retort; the precipitated cuprous hydrate washed in 
the retort with well-boiled water, the air being carefully excluded; and 


then heated in the retort. (Proust.)—7. Hydrated protoxide of copper is. 


heated in a solution of sugar containing potash. The hydrate graduall 

dissolves, and immediately falls down again in the form of [hydrated ?] 
yellow dioxide, being reduced to that state by the sugar. (Hunton, Pz. 
Mag. J. 11, 154.)—Or, more conveniently: An aqueous solution of 1 pt. 
blue vitriol and 1 pt. sugar is heated with a sufficient quantity of soda to 
redissolve the precipitated cupric hydrate, and the blue liquid gently 
warmed. The cuprous oxide is.then precipitated, free from water, in the 
form of a powder which presents a crystalline appearance when examined 


by the microscope. (Mitscherlich, J. pr. Chem. 19, 450.)—Or a cold satu-_ 
rated solution of blue yitriol is poured into potash-ley; 9 parts of the — 
resulting hydrate—after being washed upon linen, and pressed to free it 
from the greater part of the liquid—diffused by agitation, while yet ~ 
moist, through a solution of 27 pts. sugar and 60'pts, water; a solution — 
of 18 pts. potash-hydrate in 60 pts. water is then added to the liquid; the — 
whole agitated and filtered through linen; and the dark blue liquidheated, 
with constant stirring, in the water-bath,—whereupon it is decomposed — 
and yields. deposit of fine-coloured, red cuprous oxide. The product is 
washed with water, pressed between paper, and carefully dried. (Bottger, — 


Ann. Pharm. 39, 176.) : 


_ Properties —Cuprous oxide, both natural andl artificial, erystallizes in 
forms belonging to the regular system. Jigs. 1, 2, 8, 4,5, 6, 8, and — 
others; cleavage parallel too. Phillips (Ann. Phil. 17, 150), by strongly — 


igniting artificial cuprous oxide in a crucible, obtained alternate layers of 


copper and cuprous oxide, the latter crystallized in cubes and octohedrons,- 


‘ 
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‘Harder than calespar. . Sp. gr. of the native oxide 5:3 (P. Boullay); of 


very pure crystals 5°749 at 4° in vacuo (Royer & Dumas); 5°751 (Kar- 
sten);-6°093 (Herapath). Lustre adamantine, inclining to semi-metallic; 
colour brownish cochineal-red. The powder, whether of the natural or 
artificial crystals, has a carmine colour, which is brighter as the oxide is 
Pure fF! es sien 

Copper-bloom, which likewise consists of cuprous oxide, and is classed 
among red copper-ores, is found in carmine-coloured, capillary crystals, 


‘which, according to G. Suckow (Pogg. 34, 528), are six-sided prisms 


perpendicularly truncated, with cleavage parallel to the faces of a rhombo- 
hedron, and the angles at the terminal edges=99° 15’. Karsten (Schw. 
47, 204) found in the ore from Rheinbreitenbach a small quantity of 
selenium; but according to Suckow, the purer crystals are cuprous 
oxide, only those which are tarnished containing 1 per cent. of selenium 
and arsenic, . 
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Decompositions. Reduced to the metallic state by gentle ignition with 
charcoal or hydrogen gas; also by potassium, somewhat above the melt- 
ing point of the latter, and with evolution of light and heat. By- the 


action of aqueous sulphuric or phosphoric acid, or of cold, very dilute 


nitric acid, it is resolved into metallic copper, which separates in the form 
of a red powder, and cupric oxide, which dissolves. Bromine-water 
converts it into bromide of copper and cupric oxide. (Balard.)—The 
statement of Proust, that cuprous oxide. is converted by a strong heat 


into a brown mixture of cupric oxide and metallic copper, is inconsistent 


with the above-described methods. of preparing the oxide (1, 3, 4, 


and 5). 


Combinations.—a. With Water.—HypratEp Cuprovus OxIpE, or 
Cuprrovus Hypratr.-—1. By decomposing the dichloride of copper, or the 
solution of that compound in hydrochloric acid, with excess of potash or 
soda. (Proust.)-By heating recently precipitated cupric hydrate with 
an aqueous solution of milk-sugar containing a little carbonate of soda, to 
the boiling point for a few minutes, till it assumes an orange-yellow 


- colour, then diluting with water and washing. (Béttger.)--Orange-yellow 


-powder.—The hydrate prepared by (1) when heated for some time to 100°, 


retains its water and its colour, becoming, however, somewhat darker; 
at 360° it gives off its water, which amounts to only 3 per cent. and still 
retains ifs orange-yellow colour, which does not change to red till the 


| heat is increased to whiteness. (Mitscherlich, J. pr. Ohem. 19, 450.)—By 


exposure to the air, it is converted into hydrated cupric oxide. 


6, With a few acids, forming the Sanrs or Cuprous OxipE or 
Currous Satts.—Subsalts of Copper.—Since cuprous oxide is decom-_ 
posed by most acids, ¢. g. phosphoric, sulphuric, oxalic, tartaric, acetic, 


and very dilute nitric acid, yielding metallic copper and cupric 


oxide, which dissolves, and is moreover oxidized by certain other acids, 


it follows that very few cuprous salts are known. According to Fremy 
(N. Ann. Chim. Phys. 23, 391), hydrated cuprous oxide, as obtained. by” 


decomposing the solution of the dichloride in hydrochloric acid with — 
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carbonate of potash or soda, dissolves in all acids, even the weakest, pro- 
ducing cuprous salts; but when it becomes. anhydrous—a change which 
may take place even when it is immersed in water, and under circumstances 
not yet understood, it loses this basic property, and is decomposed by acids. T 
Cuprous salts are either colourless or red; they are converted into cupric 
salts by exposure to the air in the moist state, also by nitric or hypo- 
ehlorous acid. With hydrosulphuric acid or hydrosulphate of ammonia, 
they give a black precipitate of disulphide of copper insoluble in excess 
of the re-agent. Fixed alkalis separate orange-yellow cuprous hydrate. 
Ammonia and carbonate of ammonia in excess, form a colourless mixture, 
which turns blue on exposure to the air. Carbonate of potash throws 
down the orange-yellow hydrate; iodide of potassium : brownish-white 
diniodide of copper; ferrocyanide of potassium: a white precipitate 
which become brown-red by exposure; and ferricyanide of potassium, a 
brown-red precipitate. | 

c. With Ammonia.—d. With borax and glass-fluxes, forming red 
compounds. oy = 


B. Cupric OXIDE. CuO. 


Protoxide of Copper, Oxyde Cuivrique, Black Oxide of Copper, 
Schwarzes Kupferonyd, Deutoxyde de Cuivre.—Found native in the form 
of Black Copper (Kupferschwirze). 


Preparation.—1, By prolonged ignition of copper in the air.—2. By 
raising the sulphate of cupric oxide to an intense red heat, ‘or the car- 
bonate or nitrate to a moderate red heat.—3. According to Ficinus, this 
oxide may be conveniently prepared by exposing a mixture of 1 pt. 
copper filings, and 2 pts. deliquesced cupric nitrate to the air, till the 
whole is converted into a basic salt, and then igniting that salt. 

Properties. —Cupric oxide may be obtained in the crystalline state by 
heating half a-gramme of it with 2 or 83 grammes of potash-hydrate to 
commencing redness, washing the mass when cold with water, and sepa- 
rating the flocculent cupric oxide from the crystalline portion by leviga- 
tion.—The crystallized oxide consists of regular tetrahedrons having a 
strong lustre. (Becquerel, Ann. Chim. Phys. 51, 122.)—Cupric oxide 
commonly takes the form of brown-black, brittle scales and granules, or 
of a brown-black powder, which, when strongly heated, assumes for a 
while a pure black tint. Specific pravity 6401 (Herapath), 6°4304 
(Karsten). Fuses at a very high temperature, and solidifies in a mass 
haying a crystalline fracture. 
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Decompositions.—Reduced to the metallic state by gentle ignition 
with hydrogen gas or charcoal. It is very easily reduced on charcoal 
before the blowpipe.. If its powder be heated in a spoon to a tempe-_ 
rature short of redness, and then introduced into a vessel filled with 
hydrogen gas, it is reduced to the metallic state, with incandescence and _ 
formation of -water,. (Berzelius.). The lowest temperature at which cupric , 


ite 
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oxide can be reduced by hydrogen is the boiling point of linseed oil. 
(Schrotter.) Cupric oxide is likewise reduced to the metallic state by 

potassium and sodium, at temperatures somewhat below the melting points 

of those metals, and with vivid incandescence. With fused cyanide of 
potassium it yields copper and cyanate of potash. (Liebig.)—When 

gently ignited with metallic copper, it is converted into cuprous oxide.— 

With phosphorus at a red heat, it yields phosphide of copper and phos- 

phate of cupric oxide.—Mixed with phosphoric oxide, it detonates slightly 

on the approach of a red-hot coal, and is converted into phosphate of 

cupric oxide and brightly-glowing fused globules of phosphide of copper. 

(Leverrier.)—A mixture of cupric oxide with excess of sulphur is resolved 
at a red heat into sulphide of copper,’sulphurous acid, and a trace of | 
cupric sulphate ; 

2Cu0+ 2S = Cu*S + 80? 


If, on the contrary, the cupric oxide is in excess, cuprous oxide and cupric. 
sulphate are produced, and only a trace of sulphurous acid, excepting 
when the heat is raised to the point at which the cupric sulphate is 
decomposed. (Max Jordan, J. pr. Chem. 28, 222.) | 


7Cu0 +8 = Cu0,S80?+3Cuw20. 


When protoxide of copper is boiled with aqueous protochloride of tin, 
bioxide of tin is precipitated, and dichloride of copper dissolved. (Proust; 
A. Vogel, Kastn. Arch. 23, 85.)—Hydrated protoxide of iron and 
hydrated protoxide of copper, are converted by mutual decomposition — 
into hydrated sesquioxide of iron and hydrated dioxide of copper, the 
latter of which may be dissolved out by ammonia. (Levol, Ann. Chim. 
Phys. 60, 320; also J. pr. Chem. 14, 115.) | 


2FeO0 +2CuO = Fe?034 Cu?0. 


In presence of potash or soda, and with the aid of heat, cuprie oxide. is- 
decomposed by arsenious acid, the products being cuprous oxide and 
arseniate of potash. The decomposition is effected by mixing 160 pts... 
(4 At.) of cupric oxide with 100 pts. (rather more than 1 At.) of arsenious- 
acid, and with excess of soda, and digesting the mixture at a gentle heat, 
with frequent agitation, till all the protoxide of copper is converted into 
dioxide: the solution contains arseniate of soda: _ 


4Cu0 + AsO? =» 2Cu20 + AsO®. 


When ammonia is used in place of soda, only half of the protoxide of 
copper is converted into dioxide; the rest remains dissolved in the 
ammonia, forming a blue solution, and no decolorization takes place till 
potash or soda is added. A mixture of arsenious acid with carbonate of 
potash or soda or quick-lime, does not convert the protoxide of copper 
into the dioxide. (Bonnet, Pogg. 37, 300.)—When protosulphide of iron 
is fused with protoxide of copper, sulphide of copper is formed. Resrctons 
Schw. 66, 401.)—Protoxide of copper is reduced to the state of dioxide 
by boiling it with various organic substances, ¢. g. with oil of turpentine. 


Combinations.—a. With Water.—Hypratep Cupric OXIDE, or. 
Curric Hyprate.—Formed by precipitating a dissolved cupric salt in the 
cold, with a slight excess of dilute caustic potash, quickly washing the blue 
precipitate with cold water, and drying it at the ordinary temperature of 

the air. . The hydrate generally turns black from admixture of anhydrous 
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cupric oxide, even during the washing and drying. According to Palm- 


stedt, itis more durable when obtained by the action of caustic potash on 
carbonate of cupric oxide previously well washed with water.—After dry- 
ing, it forms greenish-blue, friable lumps, baving a conchoidal fracture; 
its taste is strongly metallic.—In the dry state it remains undecomposed, 
even at 100°, but at a somewhat higher temperature, it is converted into 
anhydrous black oxide; thus, if the hydrate be heated on paper, the 
change takes place at a temperature not high enough to char the paper. 
Under water it likewise sustains a temperature of 100° [?] without alte- 
ration, but if kept for some time under that liquid, it 1s converted in- the 
black oxide, with considerable diminution of volume. It is also con- 


verted into black oxide by boiling in solution of caustic potash. Alcohol » 


does not decompose the hydrate either in the fresh or in the dry state. 
(Proust, Ann. Chim. Phys. 32, 41.)—Much of the Blue verditer or Bremen 
green which is foundin commerce, consists of hydrated eupric oxide. A 
solution of blue vitriol is precipitated by caustic potash of 15° B, the 
precipitate washed, then again treated with caustic potash of 15°....18° B, 
and lastly well washed. The potash-solution must contain a little car- 
bonic acid—in the state, in short, in which it is obtained by slaking 50 
parts of lime in an aqueous solution of 80 parts of pearl-ash; otherwise 
the colour will be spoiled. (Gentle.) 
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“— According to Fremy (NV. Ann. Chim. Phys. 23, 161), hydrated 
cupric oxide obtained by precipitating a solution of blue. vitriol in the 
cold with a large excess of potash, and then drying in vacuo, contains 


Cu0+2HO, § 


b. With Acids, forming the Satts or Cupric Ox1pE, or CuPRic 


Satts.—Protosalts of Oopper.—Cupric oxide has a stronger affinity 
for acids than cuprous oxide, dissolving in them easily, and with evo- 
lution of heat, even after ignition; the hydrate and carbonate dissolve 
with still greater facility. The last-mentioned compounds likewise 
dissolve in ammoniacal salts, and liberate the ammonia on boiling. The 
anhydrous cupric salts are mostly white, the hydrated salts have a blue 
or green colour. They are for the most part soluble in water, and the 
solutions have a metallic taste, and redden litmus. Ata red heat, they 


give off their acid, provided the acid is volatile; the sulphate, however, 
‘requires a strong heat to decompose it. With carbonate of soda on 


charcoal in the inner blowpipe-flame, they yield metallic copper. With 
borax and microcosmic salt, they behave like cupric oxide. When fused 
on the platinum wire with microcosmic salt or common salt, they impart 
a blue colonr to the blowpipe-flame. # 
‘Copper is precipitated in the. metallic state from solutions of cupric 


salts: 1. By Phosphorus. In this manner it may be precipitated from . 
the sulphate. (Boeck, Dzss. de reductione metallorum. Tubingen, 1804. — 


Grotthuss.) In a close vessel, the solution becomes decolorized in a few 
days, no longer containing copper, but only sulphuric and phosphoric 
acid, and the phosphorus is found to be covered witha shining coating of 
copper; after some months, a black deposit of phosphide of copper is 
found between this film and the remaining phosphorus. (A. Vogel, 
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J. pr. Chem. 8, 109.)—To reduce copper in any considerable quantity 
from the nitrate by phosphorus, the solution used must be dilute; in a 
concentrated solution, a black crust is formed on the phosphorus with but 
little metallic copper; and if the air has access to the liquid for some 
time, the whole deposit vanishes, with formation of bluish-white flakes of 
cupric phosphate. (Boeck.) In close vessels, the action of phosphorus on 
cupric nitrate is the same as on the sulphate, very bright metallic copper 
being deposited, and so large a quantity of phosphide that the remaining 
phosphorus is blackened by it throughout its whole substance; ‘after 
standing for some time, the copper becomes less bright, inasmuch as the 
nitric acid set free in the liquid acts upon it and evolves nitric oxide. 
(A. Vogel.) A dilute solution of cupric acetate kept in contact with 
phosphorus in a closed vessel, becomes paler, deposits greenish-white | 
flakes of cupric phosphate, and covers the phosphorus, first with a black 
and then with a copper-coloured deposit. (A. Vogel.) — Phosphorus 
immersed in a solution of protochloride of copper becomes covered with a 
black deposit, a large quantity of white and reddish-white dichloride of 
copper being likewise precipitated. (Boeck.)—In a dilute solution of 
protochloride of copper, phosphorus becomes covered with metallic copper; 
but in a concentrated solution, it first produces an abundant precipitation 
of white dichloride of copper, and then becomes blackened throughout its 
substance by phosphide of copper. The liquid thereby acquires at first a 
dark and afterwards a pale yellow colour, and contains dichloride of 
copper dissolved in hydrochloric acid; when concentrated by boiling, it 
deposits this compound and gives off hydrochloric acid; and on further 
concentration, it evolves phosphuretted hydrogen gas, and yields a black 
precipitate of phosphide of copper. (A. Vogel.) Hence it appears to 
contain phosphorous acid. | 

2. By Hypophosphorous acid.—A solution of blue vitriol gently 
heated with this acid, gives off hydrogen ‘gas and deposits copper. 

8. By Zinc, Cadmium, Tin, Lead, Iron, Cobalt, Nickel, and Bismuth. 
—Nitrate of cupric oxide is most quickly decomposed by zinc; then 
follows lead, then tin, and then cadmium. (Fischer, Pogg. 8, 492.)—Zine 
throws down from cupric salts, even when they contain a large excess of 
acid, first black copper containing zinc, and afterwards pure copper haying 
its characteristic red colour; because the precipitate, as it increases, falls 
off from the zinc, and forms a galvanic circuit for itself, in consequence of 
which the zine which it contains ig dissolved. (Wetzlar, Schw. 50, 98.)— 
From protochloride of copper, zine precipitates metallic copper and like- 
wise the dichloride. (Fischer.)—Cupric nitrate dissolved in alcohol is 
likewise reduced by zinc. (Fischer. db. 72, 289.)--Zinc immersed in a 
solution of 1 pt. blue vitriol in 3 pts. water at 90°, throws off a large 
quantity of hydrogen gas, and precipitates cupric oxide as well as copper. 
(Leykauf, J. pr. Chem. 19, 124.)—Cadmium throws down from, the 


nitrate, black copper containing cadmium, and from the chloride, a mixtute ~ 2 


of copper and the dichloride. (Fischer.)—7Z%n throws down copper from 
the sulphate, chloride, and nitrate, but not from the neutral acetate. 
When a solution of blue vitriol not containing any free acid, is enclosed 
in a bottle together with tin-foil, it changes after'a while into a colourless 
solution of stannous sulphate, which is not rendered permanently turbid 
by the addition of small quantities of potash, and therefore appears to 
contain free acid; and on the surface of the tin there is deposited an alloy 
of tin and copper, partly black and partly brass-yellow, a few lamine of 
the same substance being likewise attached to the sides of the yessel. 
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(Wetzlar, Schw. 50,99.) When tin is immersed in a solution of cupric 
nitrate, stannic oxide is precipitated together with the tin. (Fischer.)— 
Lead precipitates copper from the chloride or nitrate but not from the 
sulphate. (Wetzlar.) According to Fischer, however, a slight precipi- 
tation takes place even in the sulphate. Copper reduced by lead exhibits 
the metallic lustre. (Fischer. )—Jron has no action on a solution of cupric 
nitrate made as nearly neutral as possible, or, at the utmost, a very slight 
action after long exposure to the air; acidulated copper solutions are 
rapidly precipitated by iron. (Fischer, Pogg. 8, 492.) lf the solution of 
cupric nitrate be mixed with the smallest quantity of silver-nitrate, the 
iron is thereby rendered passive (I. 858-361), and does not precipitate 
the smallest quantity of copper. (Wetzlar, Fischer, Pogg. 10, 604.) 
From a solution of blue vitriol, iron precipitates the copper rapidly, first 
in the form of a deposit having the characteristic red colour of copper, 
and afterwards as a dark brown, pulverulent mixture of copper and basic 
sulphate of ferric oxide. (Fischer.) Copper precipitated from a neutral 
solution of the sulphate is black from admixture of iron, but turns red 
and gives off hydrogen when immersed in dilute sulphuric acid. The 
precipitated copper may be mixed with iron, even when the solution 
contains free acid. (Wetzlar.) From protochloride of copper, iron preci- 
pitates the dichloride as well as metallic copper. (Fischer.) Copper is 
likewise reduced by iron from the alcoholic solution of the protochloride. 
A solution of blue vitriol containing 1 part of copper in 25,000 reddens 
iron after the lapse of two hours; when the quantity of liquid equals from 
500,000 to 1,000,000 parts to 1 part of copper, scarcely any visible effect 
is produced. (Lassaigne, J. Chim. Méd. 8,580.) The limit at which the 
iron ceases to be reddened, shows itself in.a solution containing 1 pt. of 
copper in 156,000, the liquid being acidulated with a drop of nitric acid. 
‘(Harting, J. pr. Chem. 22, 51.) Iron does not precipitate an alcoholic 
solution of cupric nitrate, even on the addition of nitric acid; neither is an 
aqueous solution of tartrate of cupric oxide and potash precipitated by 
iron. (Wetzlar.)—WVickel produces no precipitate in a copper-salt already 
formed; but when an alloy of nickel and copper is acted upon by a 
quantity of nitric acid not sufficient to dissolve it all, the undissolved 
portion is found to be coated with copper. (Fischer, Pogg. 12, 504.) 
Bismuth precipitates cupric nitrate only at a boiling heat, and even then 
but imperfectly; from the protochloride, it throws down dichloride of 
- copper mixed with oxychloride of bismuth. (Fischer.)—Copper-salts are 
* not reduced by brass or by the alloys of silver with zine, tin, and lead. 
(Fischer, Pogg. 12, 504.) 


4. By Organic Compounds.—Sugar boiled with a solution of blue 


vitriol throws down metallic copper. (A. Vogel.)—Wood produces the 
same effect after long contact. (Clement, Bischof, wid. p. 400.)—The 
aqueous solution of cupric oxide in cream of tartar, when diluted with a 
large quantity of water and gently heated, deposits copper in the form of 
a soft red powder. From a copper solution kept for some days in a 
glazed pot which had been used for cooking, a net of copper was depo- 
sited, corresponding in form to the cracks in the glazing. (Taillefer, Ann. 
Chim. Phys. 81, 100.) 

Sulphurous acid, even with the aid of heat, does not exert any reducing 
action on the solutions of cupric oxide in the stronger acids; but alkaline 
sulphites colour them green by formation of cupric sulphite, which is then 
resolved, slowly at ordinary temperatures, but immediately on boiling, 
into soluble cupric sulphate and precipitated cuprous sulphite. If the 
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alkaline sulphite. is in excess, nearly all the copper is precipitated. 
(Berthier, V. Ann. Chim. Phys. '7, 80.) Sulphite of ammonia forms a 
bulky light brown precipitate with cupric salts. (H. Rose.) A solution 
of cupric sulphate heated with sulphurous acid, and likewise a solution of 
cupric phosphate or arseniate in sulphurous acid forms with a small 
quantity of potash a yellow precipitate [of sulphite of cuprous oxide and 
potash 7]. (A. Vogel, J. pr. Chem. 30, 39.) . If the cupric oxide is united 
with one of the weaker acids, as with acetic or formic acid, a precipitate 
of cuprous oxide [sulphate] is formed on heating the liquid. (A. Vogel.) — 
Aqueous protochloride of tin throws down from cupric salts a white 
crystalline powder consisting of dichloride of copper.—Sugar likewise 
reduces cuprous oxide from many cupric salts, Sugar boiled with an 
aqueous solution of cupric acetate precipitates dioxide of copper, and 
when boiled with the protochloride, it throw down the dichloride, 
(A. Vogel.) 

Phosphuretted hydrogen gas passed through a solution of blue vitriol, 
slowly throws down triphosphide of copper.—Hydrosulphurie acid and 
alkaline hydrosulphates throw down from cupric salts a precipitate of 
protosulphide of copper, insoluble in excess of the reagent. If the solu- 
tion is very dilute, merely a brownish colouring is produced, and this 
effect is visible even when the proportion of cupric oxide is only 1 pt. in 
100,000 of the liquid (Pfaff), or 1 pt. metallic copper in 200,000 pts. of 
the liquid. (Lassaigne.) A solution of 1 pt. crystallized cupric acetate in 
10,000 water and 2,500 hydrochloric acid still shows a distinct colouring | 
with sulphuretted hydrogen; with 1 pt. cupric oxide in 15,000 water and 
7,500 hydrochloric acid, a slight colour: but with 1 pt. cupric oxide in 
40,000 water and 20,000 hydrochloric acid, the effect is no longer visible. 
(Reinsch, J. pr. Chem. 13, 133.) Paper soaked in a solution of copper 
and then perfectly dried, does not blacken in dry sulphuretted hydrogen ~ 
gas, and absolute alcohol which has absorbed 6 volumes of sulphuretted 
hydrogen, has no action on anhydrous copper salts. (Parnell, J. pr. Chem. 
26, 190.)—The hydrated sulphides of manganese, cobalt, and nickel 
throw down sulphide of copper from a solution of the sulphate. (Anthon.) 
A copper solution boiled with an alkaline hyposulphite deposits black 
sulphide of copper, with formation of sulphuric acid, (H. Rose, Pogg. 
38, 241.) Probably in this manner; 


CuO, SO? + KO, S20? = CuS + KO, 2803, 
A solution of blue vitriol is immediately decolorized by hyposulphite of 


~ soda, and then, on the addition of hydrochloric acid, deposits all the 


copper in the form of rust-brown sulphide, probably CuS*; the precipitate 
turns black if kept for some time under the liquid, and shows no tendency 
to oxidate by exposure to the air. (Himly, dnn. Pharm. 43, 151.)— 
Todide of potassium added to a cupric salt throws down white diniodide of 
copper, the liquid turning brown from separation of iodine; the precipitate 
dissolves in excess of iodide of potassium. 

Potash or soda added to a cupric salt, in quantity not sufficient to 
decompose it completely, throws down at first a blue precipitate of 
hydrated cupric oxide, which, however, on agitation, takes up a portion 
of the undecomposed salt, and forms with it a green basic salt. An 
excess of the alkali throws down the hydrated oxide in bulky blue 
flakes, which, on boiling the mixture, collect together in the form of a 
black powder, consisting of the anhydrous oxide. | According to 
Volker (Ann, Pharm, 59, 34), strong caustic potash dissolyes a consider- 
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able quantity of cupric oxide, and the solution may be diluted with 
a considerable quantity of water without depositing the oxide. 1 — 
Ammonia added by degrees, and with constant agitation, to the solution 
of a cupric salt, first throws down a green basic salt, and afterwards the 
blue hydrate; an excess of ammonia dissolves the precipitate, forming a 
deep blue solution. A copper solution diluted so far as to be colourless, 
still becomes distinctly blue on the addition of ammonia. The blue 
eolour thus produced is still visible in a solution of 1 pt. cupric oxide in 
2000 parts of acid and water (Pfaff); with 1 part of copper in 11,750 parts 
of liquid (Harting); with 1 part of copper in 100,000 parts of liquid 
(Sarzeau, J. Pharm. 16, 516; Lassaigne). The discrepancy of these 
statements may perhaps arise from the different quantities of liquid used: 
the greater the mass of liquid, the more readily will the blue colour be 
seen.—Potash added to a solution containing a cupric and a ferrous salt 
in equal number of atoms, throws down a mixture of cupric and ferrous 
hydrates. Ammonia added in excess yields a precipitate of ferric hydrate 
and a colourless solution of cuprous oxide in ammonia; asmaller quantity 
of ammonia throws down a purple-red mixture of ferric; hydrate and 
cuprous oxide. (Levol, Ann. Chim. Phys. 65, 320.)—Carbonate of potash 
or soda throws down—with evolution of carbonic acid—a greenish-blue 
precipitate of cupric carbonate, a small quantity of which dissolves in 
excess of the alkaline carbonate, forming a bluish solution. On boiling 
the mixture, the precipitate is converted into black oxide of copper, the 
change being more complete as the excess of the alkaline-carbonate is 
greater; if the copper-salt is in excess, the precipitate remains green, and 
consists of a basic salt not containing carbonic acid.—Carbonate of 
ammonia produces the same precipitate, but, when added in excess, dis- 
solves it abundantly, forming a deep blue solution.—The carbonates of 
baryta, strontia, and lime, and likewise carbonate of magnesia, do not 
precipitate cupric salts in the cold, but completely at 60°. (Demargay, 


Ann. Pharm. 11, 240.)—Phosphate of soda throws down greenish-white | 


cupric phosphate, and chromate of potash produces a red-brown precipi- 
tate of cupric chromate. ; 

Oxalic acid throws down from cupric salts a pulverulent bluish-green- 
white precipitate of cupric oxalate; and monoxalate of potash in excess 
precipitates blue oxalate of capric oxide and potash. Even dilute solu- 
tions containing excess of acid, are precipitated by oxalic acid. (Wacken- 
roder.)——Cyanide of potassium precipitates yellowish-green protocyanide 
of copper, which, on heating the liquid, first turns yellow and then white, 


and dissolves in excess of the cyanide of potassium.—Ferrocyanide of 


potassium yields, with concentrated cupric solutions, a dark brown-red 
magma, and with dilute solutions, a deep purple precipitate; to very 
dilute solutions, it imparts a reddish colour. The reddish colour is still 
visible in a solution of 1 part of cupric oxide in 78,000 parts of liquid 
(Harting); with 1 pt. cupric oxide in 200,000 of liquid (Pfaff); with 


1 pt. copper in 400,000 liquid (Lassaigne); with 1 pt. copper in ~ 


1,000,000 parts of liquid (Sarzeau).—Ferricyanide of potassium forms, 
with cupric salts, a thick brownish-yellow precipitate, as little soluble in 
hydrochloric acid as the preceding.—Xanthonate of potash added to 
cupric salts, throws down yellow flakes.—Tincture of galls does not pre- 
cipitate the solutions of cupric oxide in the stronger mineral acids, except 
on the addition of acetate of potash'; in that case, and likewise from a 
solution of cupric acetate, it throws down a red-brown magma.—Con- 
centrated copper solutions immediately impart-to tincture of guiacum a 
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blue colour, which soon turns green; dilute solutions produce the same 
effect on the addition of hydrocyanic acid. Tincture of guiacum is pre- 
pared by steeping 1 part of guiacum-wood in 4 parts of water; the 
reaction is still visible in a solution containing 1 part of copper-salt in 
450,000 parts of water. (Pagenstecher, V. Z7'r. 3, 1, 404.) 

_ Cupric salts, which are insoluble in water, dissolve in sulphuric, 
hydrochloric, or nitric acid, or at all events, give up their cupric oxide to 
the acid. . 

c. With Alkalis,—d. Soluble in oils, sugar, &c, 


C. Peroxide of Copper ? 


1. Formed by agitating the hydrated protoxide with a large excess of 
very dilute peroxide of hydrogen at a temperature of 0°.—2. By mixing 
nitrate of cupric oxide with excess of aqueous peroxide of hydrogen, and 
precipitating the copper at 0°, by caustic potash added in moderate 
excess. —The resulting peroxide of copper is washed with cold water, 
pressed between bibulous paper, and dried in yacuo.—Yellowish-brown 
powder (or olive-green, if contaminated with hydrated cupric oxide), 
tasteless, and without action on vegetable colours. Contains nearly twice 
as much oxygen as the protoxide. Ata temperature short of 100°, it 
gives off oxygen, and is converted into protoxide; in the moist state, it 
decomposes in the course of 12 hours, even at ordinary temperatures. | 
The decomposition is greatly accelerated by the presence of strong caustic 
potash.—Insoluble in water. With acids, it forms ordinary cupric salts 
and peroxide of hydrogen. (Thénard.) It is perhaps not a higher oxide 
of copper, as Thénard supposes, but rather a compound of cupric oxide 
with peroxide of hydrogen. 


7 D. Cupric Acid? 


Not known in the separate state. Some of its’ salts have been 
obtained in the state of solution, by passing chlorine gas into potash- or 
soda-ley, in which hydrated cupric oxide is diffused ; but they cannot be 
obtained in the solid state, inasmuch as they are decomposed with violent 
evolution of oxygen soon after their formation. Cuprate of lime has 
however been obtained in the form of a beautiful rose-coloured substance, 
by mixing chloride of lime with a solution of nitrate of cupric oxide ; it 
decomposed but slowly. (Kruger, Pogg. 72, 445.) According to Crum 
(Ann. Pharm. 55, 213), the oxygen-compound of copper contained in 
this salt is a sesquioxide. Cu’O*, 7 


CopPpER AND HyYpDROGEN. 


Hydride of Copper ?—A solution of blue vitriol and hypophosphorous 
acid, heated not above 70°, deposits a yellow precipitate, which soon 
turns red-brown. It "contains 98°78 pts. copper to 1°22 hydrogen 
(=Cu’*H), gives off hydrogen when heated, takes fire in chlorine gas, 
and when treated with hydrochloric acid, is converted into dichloride of 
copper, with evolution of a double quantity of hydrogen gas. (Wurtz, 
Compt. rend. 18, 702.) 
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CoprPER AND CARBON. 


A. Carprpe oF Oopprr.—Often produced in the toughening of — 


copper, when the metal is fused, according to the English method, under 


a layer of charcoal powder: Overpoled Copper (Vivian, Ann. Phil. 


21, 121).—Obtained also by arranging copper plate in alternate layers 


with lamp-black, heating to redness for several hours,.and then raising . 


the temperature to the melting point of copper. In this process, the 
copper takes up at most 0°2 per cent. of carbon. (Karsten, Schw. 66, 395.) 
—Copper containing carbon has a pale yellowish-red colour and strong 
metallic lustre, and the surface of the mass solidified after fusion exhibits 
a strinted texture. _ After fusion, it has a strongly lustrous, yellowish-red, 
coarsely fibrous, and indented fracture, and after hammering, a yellowish- 
red sinewy fracture. _ It is ductile at ordinary temperatures, but at a low 
red heat, it breaks under the hammer; even 0°05 per cent. of carbon 


makes it ‘slaty at a red heat. When fused in the air, and especially if 


stirred, it readily gives up its carbon. (Karsten.) 


The orange-yellow precipitate which is produced by adding carbonate of soda toa 
solution of dichloride of copper in-hydrochloric acid, and assumes a brick-red colour 
- when washed with cold water, is merely hydrated quprous oxide, free from earbonic 

acid. (Gmelin.) 


B. Carponate or Cupric Oxrpk, or Cupric CarBonatEe.—a. Dicar- - 
bonate.—The anhydrous salt occurs, according to Thomson (Outlines of 


Mineralogy, 1, 601), in the form of Mysorine, which contains 60°75 cupric 


oxide, 16°70 carbonic acid, 19°50 ferric oxide, and 2°10 silica. It does’ 


not appear, however, that this compound can be formed artificially. It 
is stated, indeed, by Colin & Taillefert (Ann. Chim. Phys. 12, 62), that 
the hydrated compound, when heated by itself or boiled with water, is 
converted into a brown powder, which is the anhydrous carbonate. But 
according to Gay-Lussac (Ann. Chim. Phys. 87, 335), when the salt is 
boiled with water for several hours, the whole’ of the carbonic acid is 
given off, and the residual black powder is pure cupric oxide; it becomes 
black even when boiled for a short time only; but it then contains 
carbonic acid. 

Hydrated Dicarbonate.—Found in the form of Malachite. eicduced 
when copper is exposed to the joint action of air and water; Copper-rust, 
or the so-called Verdigris ;—when moist cupric hydrate is exposed to the 
air, and more quickly when carbonic acid is passed through water in 


which the hydrate is diffused; the volume of the hydrate 1 is diminished | 


by conversion into carbonate. - On precipitating a cupric Salt with car- 
bonate of potash or soda, carbonic acid is at first evolved, and a greenish- 
blue precipitate formed; this, however, is gradually converted during 
washing, or immediately on boiling, into the green dicarbonate, the 
change being produced either by loss of carbonic acid, or (according to 
Colin & Taillefert) merely by loss of water.—Ther product is a green 
powder of the colour of verdigris. It acquires a brighter green colour b 

washing with hot water: Mdneral green.—The salt when strongly heated 
by itself, or when boiled for a short time with caustic potash, leaves a 


black residue of anhydrous, oxide; it is insoluble in water, but dissolyes 


in ammoniacal salts, forming a blue solution. 
Malachite forms crystals belonging to the oblique prismatic system. 
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éandé, Satnteat, fibrous, compact, or-earthy. Sp. gr. from 3°7 to 4: 0. 
Harder than calespar. Colour varying from emerald-green to grass-green ; 
iaigh ie: all degrees. of translucency down to complete opacity. 


Berzelius, Proust, Klaproth, Vauquelin. Phillips. 
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b. Seaquibasic Carbonate. —Found in the hydrated state as Azure 
Copper ore, or Blue Copper ; when pulverized, it forms Mineral blue, or 
Mountain blue. Crystalline system the oblique prismatic, £9, 81; 
together with a-, ¢-, m-, and various other faces, w’ : w= 98° 50’, 2: m= 
Aaa Re Cleavage parallel toa, u,andm. Sp. gr. 3°831. Harder than 
calespar. Azure-blue, translucent ; powder smalt-blue. According to 
Phillips (Ann. Chim. Phys. 7, 44), the same compound is obtained arti- 
ficially by a secret process, as Blue Ver diter. 


Klaproth. Vauquelin, Phillips. 
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Malachite may be regarded as CuO, ;CO? 4+ Cu0,HO and Azure Copper- 
ore, as 2(Cu0,CO’), + CuO, HO. 


e. Acid Carbonate.—Dicarbonate of cupric oxide dissolves sparingly, 
on agitation, in aqueous carbonic acid. 380°720 parts of the liquid con- 
tain 1 part of cupric oxide; and the solution exhibits the usual reactions 
with iron and with ferrocyanide of potassium. (Fr. Jahn, Ann. Pharm. 
28, 111.) | 


CopPpER AND Boron. 


Borate of Cupric Oxipk, or Cupric Borate. —Botax precipitates 
from a solution of cupric sulphate, a pale green powder, which is’ slightly 
soluble in water, fuses to a green opaque glass, and dissolves in excess of 
boracic acid. The precipitate produced by excess of borax forms, when 
dry, a hard, dark green mass, having a conchoidal, shining fracture, and 
containing 59 27 per cent. of cupric oxide to 40° 73 of acid ; when the 
copper-salt is in excess, the precipitate forms, after drying, a loose, 
greenish-blue powder, containing 70°4 cupric oxide and 29°6 of acid, 
(Tunnermann, Kastn; Arch, 20. 18.) 


CopPpER AND PHOSPHORUS. 


A. Panevan OF CoppEr. —aq, CusP.—1. acted by passing phos- 
cues hina gas over dichloride or disulphide of copper. 


3CwCl+ PH? = Cu'P + 3HCL 


Sins. 7 | COPPER. 


2. Also when the triphosphide is deprived of half its phosphorus by passing 
hydrogen gas over it at the strongest heat that the glass can bear. Black 
powder, or, after strong ignition, light grey mass having the metallie 
lustre. On charcoal before the blowpipe it emits a phosphorus-flame. 
Dissolves easily and completely in nitric acid or aqua-regia, with formation 
of phosphoric acid. Insoluble in hydrochloric acid. (H. Rose, Pogg. 
6, 209; 24, 228.) 
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b. Triphosphide.—1. By passing phosphuretted hydrogen gas over 
heated protochloride of copper. (H. Rose, Pogg. 24, 328.) 2. By passing 
phosphuretted hydrogen through a solution of blue vitriol: 


3Cu0 + PH? = Cu3P+3HO. 


Hither variety of phosphuretted hydrogen may be used. The precipi- 
tation begins, after three quarters of an hour, with a black turbidity 
which soon increases; a certain quantity of phosphoric acid is always 


formed at the same time. If the black, flocculent precipitate, after being _ 


dried in vacuo over oil of vitriol, be gently heated, it gives off a small 
quantity of moisture, and assumes the red colour of copper. (H. Rose, 


Pogg. 14, 188; 24, 321.) The black flakes, when washed with boiling — 


water out of contact of air, remain for the most part unaltered ; but if 
the air has access to them, the phosphorus becomes oxidized and metallic 
copper [or red phosphide ?] separates out. (Buff, Pogg. 22, 353.) 
Prepared by (1): black powder, which, when strongly ignited out of 
contact of air, is converted into a greyish-black, metallic-looking mass, 
but does not assume the red colour of copper at any temperature. 
(H. Rose.) By (2): black flakes, which—after gentle heating in vacuo 
—assume a copper-red colour, like that of metallic copper precipitated 
by zinc. (H. Rose.) It does not fuse even at the melting point of glass, 
but is more fusible than copper. (Landgrebe.) | 
Phosphide of copper prepared by (1) exhibits a phosphorus-flame 
on charcoal before the blowpipe ; (2) does not. (1) gives off half its 
phosphorus when very strongly ignited in a current of hydrogen gas. 
(H. Rose, Pogg. 4,110.) Both varieties dissolve readily in nitric acid, 
with formation of phosphoric acid, especially that obtamed by (2) and 


not previously heated. Hot oil of vitriol dissolves (2) with evolution of - 
sulphurous acid gas. In hydrochloric acid in an open vessel (2) dissolves’ 
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more readily than pure copper. (H. Rose.) The phosphide prepared by _ 


(2) and not heated, dissolves completely in strong hydrochloric acid, with 
evolution of non-spontaneously inflammable phosphuretted hydrogen. 
(Buff.) The preparation (2), when it has not been heated, is permanent 
in dry air, but when exposed to a moist atmosphere, is converted into 
phosphate of cupric oxide. Before the blowpipe, it burns to a black bead 
of cupric phosphate, which on cooling solidifies into a white enamel. 
(Landgrebe, Schuw. 53, 464.) 
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CUPRIC PHOSPHITE. ANT 
As a small quantity of phosphoric acid is formed in process (2), the analysis of 
the resulting compound gave rather too little phosphorus. (H. Rose.) | — 


¢. Diphosphide.—W hen hydrogen gas is passed over diphosphate of 
cupric oxide—as obtained by precipitating blue vitriol with diphosphate 
of soda—at the strongest red heat that the glass tube will sustain, the 
copper-salt first turns yellow from formation of dioxide, and is subse- 
quently converted—with formation of water—into greyish-black phos- 
phide ‘ copper, which becomes. crystalline on cooling. (H. Rose, Pogg. - 
24, 331, | 
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Phosphide of copper, containing copper and phosphorus in variable 
proportions, may be obtained by the following methods : 1. When copper. 
filings are ignited with phosphorus in a retort, 3 parts of copper retain 
1 pt. of phosphorus [therefore Cu®P]. (Marggraf.) The same compound 
may be formed by throwing phosphorus on red-hot copper filings. 
(Pelletier.)—2. By igniting 1 part of copper filings under charcoal with 
1 part of glacial phosphoric acid not free from lime, and + of charcoal 
powder. (Pelletier, Ann. Chim. 1, 103; Saye, Crell. Ann. 1792, 1, 83; 
A. Gehl. 3, 704.)—3. By igniting cupric phosphate mixed with charcoal, 
or contained in a crucible lined with charcoal.—4. By exposing a mixture - 
of 6 or 8 pts. copper, or cupric oxide, 10 bone-ash, 5 pounded quartz, 
5 borax, and 1 charcoal, in a crucible lined with charcoal, to the heat of a 
blast-furnace for an hour. (Berthier.) | 

The fused phosphide of copper thus obtained is of a pale copper- 
colour when it contains but little phosphorus, and steel-grey when it con- 
tains a larger proportion of that substance. The surface of the fused 
mass is sometimes covered with four-sided prisms, formed by the junction 
of octohedrons. (Saye.) It exhibits a laminar texture. (Berthier.) 
Sp. gr.=7°122, (Saye.) It is as hard as steel, brittle, and has a fine- 
grained fracture, but is difficult to pulverize. Fuses much more easily 
than copper. Many varieties of phosphide ‘of copper retain their lustre 
when exposed to the air; others turn black, and fall to pieces, being con- 
verted into phosphate of cupric oxide. Phosphide of copper burns in the 
air with a phosphorus flame, and is converted into a black slag. ) 


B. Hypopnospnire or Curric Oxipn, or Currie Hypormospruirte. 
‘—The blue solution of hydrated cupric oxide in cold hypophosphorous 
acid may be kept unaltered for a long time, and, if very dilute, may be 
heated without decomposition. On evaporating it, however, even in 
vacuo at a low temperature, complete reduction of the copper takes ‘place 
as soon as the liquid reaches a high degree of concentration. (H. Rose, 
Ee OndV los 2or.) | 


C. PuospuitE or Cupric Oxipz, or Cupric Puospnite.—By pre- 
_ eipitating protochloride of copper with phosphate of ammonia, a beautiful 
blue precipitate is formed, which may be washed with water and dried 
at a gentle heat without decomposing. When heated in a retort, it 
yields a large quantity of water, afterwards gives off abundance of pure 
hydrogen gas, turns brown from reduction of copper, and fuses into a 
mixture of metallic copper and cupric phosphate, one portion of which, 
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as it contains -excess of acid, may be dissolved out by water, and the rest 

by hydrochloric acid. The oxygen of the water, as well as that of the 
oxide of copper, contributes to the formation of phosphoric acid. The 
solution of cupric phosphite in aqueous phosphorous acid deposits part of 
the copper in the metallic state on boiling. (H. Rose, Pogg. 12,292.) 


D. PoospHatEt or Cupric Ox1pr, or Cupric PHosPHATE.—da. Sex- 
basic.—An emerald-green ore of copper from Hirschberg on the Saale, 
having a scaly fracture and concentrically fibrous structure. (Kuhn, 
Ann. Pharm. 24, 218.) 


= 3Cu0, PO® + 3Cu0, HO.. 


Kiihn 
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b. Quintobasic.—Phosphorochalcite, or Pseudo-malachite.—Crystalline 
system the oblique prismatic. ig. 91 and 99, together with m-, f-, and 
z- faces; wu : w= 88° 56); 7: w=112° 87’. Likewise found in fibrous and 
earthy masses, Sp. gr. 4°2, Harder than _fluorspar. Emerald and 
verdigris-green; yieldsa pale green powder. When suddenly heated before 
the blowpipe, it falls to powder; but if slowly heated, it turns black, and 
fuses on the charcoal to a black bead containing a small granule of . 
copper. The bead, strongly heated with an equal volume of lead, yields 
copper and fused phosphate of lead-oxide, which crystallizes on cooling. | 
Heated with a small quantity of carbonate of soda, it swells up and then 
fuses; with a larger quantity, it forms a tumefied, infusible mass; when a 
still larger quantity of carbonate of soda is used, the saline mass sinks 
into the charcoal, and leaves copper behind. (Berzelius.) When moist- 
ened with hydrochloric acid, it imparts a blue colour to the blowpipe- 
flame. LEasibly soluble in nitric acid and in ammonia. 


Lunn..  Arfvedson. Bergmann, 

Phosphorochalcite. Virneberg. Virneberg. hie! > 
BONO dccsiasced viene 200°0 .. 67°02 ws. 62°85 4, 68°20 ....,66°04 .... 65°99 
POS Ae Ricedianers 994” ce, 23°93) a. 21°69 2 CEO eee aes go 
BED) s cakenstaaven de RRO ees he DGS © jens ROS aes 5 Get ¢ BU aly oO 
5CuO0,PO5+3Aq. 2984 ... 100700 .... 99°99 «... 98°87 ww 99°03 .... 99°98 


According to Lunn’s analysis, it is 5Cu0,PO0°* 4+5Aq. ; according to ives | 
(Ann. Pharm. 51, 128), it is 3(CuO,PO*) + 3(Cu0,HO). 


q Cupric Phosphate from Liebethin.—Fibrous, separating in concentric 
scales; with a waxy lustre on the fractured surface, and a satiny lustre on 
the outer surface; looks as if it had been fused. When heated to redness, 
it splits asunder with violence, but without noise; even in the state of ‘fine 
powder, it is forcibly scattered about when ignited. : | _ 
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__ ¢. Quadrobasic.—L iebethenite.—Crystalline system the right prismatic. 
Fig. 54. uiw = 84° 58; 4:7 = 111° 58’. Sp. gr. 3°6 to 3°8. Harder 
than calespar. Colour olive-green inclining to blackish-green; translu- 
cent, with a waxy lustre. Exhibits the same chemical relations as phos- 
phorochalcite. ; 


_ Liebethenite. Berthier (crystallized). 
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According to Kiihn, it is 3Cu0,P0°+3Cu0,HO. 


d. Terbasic.—Precipitated on mixing a cupric salt with diphosphate 
of ammonia, potash, or soda [in excess?], the liquid becoming acid. 
(Mitscherlich.)—Bluish-green powder, which when heated gives off water 


_ and turns brown. When ignited with charcoal, it yields phosphide of 


copper. Insoluble in water, but dissolves easily in acids, even in phos- 
phorie, acetic, and sulphurous acid, the latter not causing the formation 
of cuprous oxide; slightly soluble in ammoniacal salts. 

e. Bibasic.—Precipitated from copper-salts by diphosphate of soda 
[added in insufficient quantity?]. When heated to redness in hydrogen 
gas, it turns yellow from formation of a cuprous salt, and yields diphos- 
phide of copper. (H. Rose.) In other respects, it exhibits the same - 
characters asd. | Fe ae 

Trombolite. Sp. gr. from 3°28 to 3:4; fractured conchoidal; colour 
Cape geeaen inclining to emerald-green. (Breithaupt, J. pr. Chem. 
15, 321. | 3 


Trombolite. Plattner. 
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f. Acid Phosphate.—The solution of e in aqueous phosphoric acid 
leayes on evaporation a green, gummy mass. 


E. PyropnoseHate or Cupric Ox1ps, or Cupric PyropHosPHATE.— 
Dissolves in aqueous pyrophosphate of soda; decomposed, by boiling with 
ordinary phosphate of soda, into ordinary phosphate of cupric oxide and 


pyrophosphate of soda. (Stromeyer.) [ Preparing by precipitating a 


cupric salt with pyrophosphate of soda. Amorphous, greenish-white 
powder, which becomes dark blue when dried at 100°, and assumes 
a lighter blue colour on ignition. Dissolves in mineral acids and ammonia, 
and likewise in pyrophosphate of soda. When boiled with caustic potash, 
it is resolved into cupric oxide and phosphate of potash. Sulphurous 
acid dissolves it without converting it into a cuprous salt, and the solution, 
when boiled, deposits it again in the crystalline state. The salt dried at 
100° contains 2Cu0,PO0°+2Aq. The two atoms of water are given off 


on ignition. (Schwarzenberg, Ann. Pharm. 65, 156.) 


Schwarzenberg. . 
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_.F, Mrrapnospuate or Cupric OXIDE, or Curric MrTaPHOSPHATE. 
—Formed by adding a solution of cupric nitrate to dilute phosphoric 
acid, evaporating and heating above 316°; whereupon it is deposited in 
the form of a bluish-white powder. Insoluble in water and dilute acids, 
but soluble in strong sulphuric acid. ; 


Maddrell. 
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(Maddrell, Ann. Pharm. 61, 60.) T 


CopPpER AND SULPHUR. 


A. DisutpuipE or Coprrr, or Cuprous SutpHipE.—Found in the 
form of Copper-glance.—Formation.—1. By triturating copper with - 
sulphur. When 64 pts. (2 At.) of finely divided copper, obtained by 
reducing the carbonate by hydrogen, and 16 pts. (J At.) of milk of sulphur 
are dried together over oil of vitriol, and triturated together in a mortar, 
so gently that no heat is produced by the friction, they combine as soon 
as a uniform mixture is attained, and form bluish disulphide, the combi- 
nation being attended with a development of heat which raises the mass 
to redness, If the proportion of the copper to the sulphur be even 
slightly altered, the experiment fails, even though the mortar be warmed. 
If the mortar be warmed to 2U° or 25°, it is not necessary to dry the 
powders previously, and moreover, flowers of sulphur may be used instead 
of milk of sulphur, only that longer trituration is necessary to induce com- 
bination. (Winkelblech, Ann. Pharm. 21, 34.) Sulphide of copper is also 
formed by trituratiag copper filings with sulphur and water.—2. Thin 
copper leaf burus with vivid inflammation in a glass flask in which sulphur 
has been heated till it volatilizes. “8 parts of copper filings mixed with 
3 parts of pounded sulphur unite with incandescence when heated. The 
same compound is obtained by fusing together plates of copper and pounded. 
sulphur, arranged in a crucible in alternate layers.—8. By igniting prot- 
oxide of copper with sulphnr.—4. One hundred parts of dry cupric sul- 
phate heated to whiteness in a crucible lined with charcoal, yield 47-6 
parts of disulphide of copper, mixed with a few granules of the metal. 
(Berthier, Ann. Chim. Phys. 22, 236.) 


Copper-glance belongs to the right prismatic system. Jy. 56 with 
the p-face; ¢ : w= 120°125/; uw: w’=60° 25’; a:w=115° 50"; 43 d= 1 gee 
Cleavage imperfect, parallel to wu. (Mohs, Pogg. 24, 428 ; Mitscherlich, 
J. pr. Chem. 19, 451.) The crystals of copper-glance were formerly 
regarded as belonging to the hexagonal system. — Mitscherlich (Pogg. 
24, 428), by fusing together large quantities of copper and sulphur, 
obtained regular octohedrons. Specific gravity of the native ‘sulphide, — 
from 5°695 to 5°735 (Mohs); of the artificial compound, 5:9775 (Karsten). — 
Disulphide of copper, whether natural or artificial, is harder than gypsum, — 
slightly malleable, of a blackish lead-grey colour, and much more easily ~ 
fusible than ecpper. | 
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Berzelius. Vauquelin. Proust. Klaproth. Schnabel. 
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Disulphide of copper is not decomposed when heated to-redness out of 
contact of air; but if the air has access to it, combustion takes place, and 
sulphurous acid, cupric sulphate, and free cupric oxide are produced. 
When heated to redness in a current of aqueous vapour, it is but slightly - 
decomposed ;.but at a white heat, it yields large quantities of hydrogen 
gas and sulphuretted hydrogen, together with sublimed sulphur, and the 
copper is completely reduced to the metallic state. (Regnault, Ann. Chim. 
Phys. 62, 378.) [What becomes of the oxygen of the water ?|—By phos- 
phuretted hydrogen gas at a red heat, it is very slowly resolved into 
Cu®P and sulphuretted hydrogen. (H. Rose.) 


3CwS + PH? = Cu'P +3SH. 


Notaltered by ignition in a stream of hydrogen. (H. Rose.)—Not decom- 
posed by chlorine gas at ordinary temperatures, very slowly when heated. 
(H. Rose, Pogg. 42, 540.) Dissolves with difficulty in strong boiling 
hydrochloric acid, with evolution of sulphuretted hydrogen and formation 
of acid hydrochlorate of cuprous oxide ; in heated nitric acid, it dissolves 
with separation of sulphur, whereas cold nitric acid withdraws half the 
copper and leaves protosulphide of copper.—100 parts of disulphide of 
copper, ignited with 77 parts or rather less of nitre, yield from 66 to 70 
parts of metallic copper. (Berthier.)—When disulphide of copper is fused 
with a mixture of caustic soda and carbonate of soda, part of the copper 
is reduced. The same reducing action is exerted by a mixture of car- 
bonate of soda and charcoal, whereas carbonate of soda or potash alone 
has no effect. When 100 parts of disulphide of copper are fused with 70 
parts of dry carbonate of soda and with charcoal, one half of the copper 
is reduced, and the rest combines as sulphide of copper with the sulphide 
of sodium which is formed; when 1 part of disulphide of copper is heated 
to whiteness with 4 parts of carbonate of soda, in a crucible lined with 
charcoal, nearly all the copper is reduced. 100 parts of sulphide of copper 
ignited with 400 parts of dry carbonate of soda and 30 or 40 parts of 
iron, yield at most 60 parts of copper. Also when sulphide of copper is 
heated to whiteness with baryta or lime and charcoal, part of the copper 
is reduced, and sulphide of copper and barium or sulphide of copper and 
calcium formed at the same time. (Berthier, Ann. Chim. Phys. 33, 160.) 
_--When disulphide of copper is fused with protoxide of lead, the mass 
boils up and yields sulphurous acid, dioxide of copper—which combines 
with the undecomposed lead-oxide, forming a red shining slag—and. 


_ metallic lead. 100 parts of disulphide of copper and 200 litharge, yield 


104 parts of copper containing lead. With from 300 to 500 parts of 
litharge, a grey, semiductile alloy, rich in lead, is obtained. When 1000 
parts of litharge are used, 280 parts of ductile lead separate out, and 
2500 parts of litharge yield 385 parts of lead. It is only, therefore, 
with this last. proportion, that the whole of the sulphide of copper is- 
resolved into sulphurous acid and cuprous oxide: | 5 een 
7 Cu28 + 3PbO = Cuw20 + $0? + 3Pb. 
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Accordingly, 80 pts. (1 At.) Cu*S should separate 312 pts. (3 At.) of lead 
_ =100 : 390.. (Berthier, Ann. Ohim. Phys. 89, 246.) Lead exerts no — 
decomposing action on sulphide of copper when fused with it. (Karsten.) 
Disulphide of copper ignited with the protoxide is easily converted into: 
sulphurous acid and metallic copper, or the dioxide. 1 At. Cu’S and 

2 At. CuO are completely converted into sulphurous acid and copper: 


CwS+2Cu0O = 4Cu+ SO”, 


With 4 At. CuO [6 At. according to Gmelin] the only products are sul- 
phurous acid and cuprous oxide: | 


CwS+6Cu0 = 4Cu20 + S02. 


Any excess of disulphide of copper remains’ undecomposed. : (Karsten, 

_Schw. 66, 401.)—Metallic iron decomposes disulphide of copper, though 
very imperfectly, yielding copper containing iron, iron containing copper, 
and sulphide of copper and iron. Ferric oxide exerts but a slight decom- 
posing action, and ferrous silicate none at all. | 


B. ProtosutpHipE OF CoppEr, or Cupric SuLPHIDE.—Found in the © 
form of Indigo Copper or Blue Copper, Breithauptite—1. Precipitated on — 
passing sulphuretted hydrogen through a cupric salt, in black flakes, 
which become greenish-black when dry and redden litmus. The specific - 
gravity of the sulphide precipitated by sulphide of ammonium and dried 
out of contact of air at a temperature, above 100°, is 4:1634. (Karsten.) 
-—2. When finely pounded disulphide of copper is triturated in a mortar 
with cold strong nitric acid till the action ceases, and then washed, pro- 
tosulphide of copper remains, in the form of a greenish-black powder. 
(Faraday, Quart. J. of Sc. 21, 183.)—Protosulphide of copper ignited 
_ out of contact of air, gives off half its sulphur and is converted into the . 
disulphide. (Dobereiner, Schw. 17, 414.) {When exposed to the air in 
the. moist state, it is converted into sulphate of cupric oxide. (Sch. 30.) _ 
Tt dissolves in hot nitric acid, with separation of. sulphur and formation — 
of sulphuric acid. Hot concentrated hydrochloric acid dissolves it slowly, 
with evolution of sulphuretted hydrogen, precipitation of sulphur, and 
formation of acid hydrochlorate of cuprous oxide. From nitrate of 
silyer-oxide, it throws down sulphide of silver. It does not dissolve in 
aqueous sulphurous acid, caustic potash, or alkaline hydrosulphates.. 

Native protosulphide of copper is found sometimes attached to and 
associated with copper pyrites,—massive, of specific gravity 8-8, soft, and 
of a bluish-black colour,--sometimes, in the fumaroles of Vesuvius, in the 
form of a sooty deposit or a black net-work like a spider’s web. 
TOOie Schw, 49, 158; Covelli, Ann. Chim. Phys. 85,105; also Pogg. 
10, 494. : 
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oh PENTASULPHIDE OF Copper.—A queous pentasulphide of potassium | 
forms with cupric salts a liver-coloured precipitate which turns black 
after drying, is not alterad by exposure to the air, or by washing with 
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boiling water, and, when recently precipitated dissolves, in aqueous car- 
‘bonate of potash, forming a brown solution, (Berzelius.)—According to 
_ Berzelius, bisulphide, tersulphide, and tetrasulphide of potassium give - 
‘with cupric salts a precipitate of the same colour, likewise soluble in 
carbonate of potash, and consisting of a mixture either of CuS and-CuS® 

or of CuS*, CuS*,and CuS', | 


_D. Hyposunrnrre or Cuprous Ox1pn, or Cuprous HyrosunpPuirte,. 
_—Formed by precipitating hyposulphite of lime with sulphate of cupric’ 
oxide, or by digesting it with carbonate of cupric oxide.—Colourless 
Solution, having a sweet taste and turning blue in the air when super- 


- saturated with ammonia, (Herschel.) 


‘EK. Sutrnire or Currous Oxipe, or Cuprovus Sunpuite.—1. Formed — 
by digesting cupric oxide or its hydrate or carbonate with aqueous gul- 
phurous acid. (Chevreul, Berthier.) The products of this reaction are 
soluble cupric sulphate and crystallized cuprous sulphite : 


3Cu0 + 280? = CuO, SO? + Cu?0, SO2. 


Ignited cupric oxide is but slowly acted on by sulphurous acid at ordinary 
temperatures; but on the application of heat, the decomposition goes on 


' , rapidly and is attended with the formation of a blue solution of cupric 


sulphate, and red crystalline scales of cuprous sulphite, amounting to eight 
parts for every ten of the cupric oxide used.. Carbonate of cupric oxide 
dissolves readily and with effervescence in the cold acid, forming a green 
solution of cupric sulphite, which, slowly in. the cold, more quickly in 
sunshine, and very rapidly if gently warmed, turns blue and deposits red 
seales. (Berthier.) Finely pounded Azure Copper-ore acts in the same 
manner as the artificial carbonate, but more slowly. (A. Vogel, 
J. pr. Chem. 80, 89.) Hydrated cupric oxide immersed in sulphurous 
acid is immediately converted into brown-red sulphite of cuprous oxide. 
(Botiger, Ann. Pharm. 39, 178.) 2, The same salt is precipitated on 
mixing aqueous sulphite of potash or soda with a warm solution of cupric 
sulphate or nitrate. (Chevreul.) To obtain fine crystals, strong potash-_ 
ley saturated in the cold with sulphurous acid, must be added to a solution 
of blue vitriol, the liquid filtered from the small quantity of cuprous 
sulphite which falls down, and the filtrate gently heated till the crystals 
begin to separate out. (Bourson, Compt. rend. 18, 111; also J. pr. Chem. 
25, 399. | 

3 Shige cochineal-coloured, crystalline granules and scales.—When 
heated in a retort, they give off water and sulphurous acid, and leave a 
small quantity of cuprous oxide of a somewhat darker red colour. 
(Berthier.)—When boiled with water, they are resolved into sulphurous. 
acid gas, cupric sulphate, cuprous oxide, and a small quantity of sulphide — 
of copper. (Chevreul, Ann. Ohim. 83, 181; also Gud. 48, 185.) In the 
dry state, they do not alter by exposure to the air (Chevreul); but when 
moist, they are converted into a mixture of normal and basic sulphate of 
cupric oxide. (Berthier.) Sulphuric acid, even when cold and dilute, 
decomposes the crystals immediately, converting them into cupric oxide 
which dissolves, and dark red, finely divided metallic copper. They are 
scarcely soluble in water, but dissolve in sulphurous acid, hydrochloric 
acid, and ammonia. (Berthier, V, Ann. Chim. 7, 8) Bee | 
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4 The composition of this red salt is variously stated by different 
chemists. Muspratt (Ann, Pharm. 50, 285), by passing sulphurous acid 
- gas into water in which a small quantity of cupric oxide was suspended, 
and slowly evaporating the bright green solution thereby produced, 
obtained after a few days, large, fine, purple crystals, yielding a red 
powder: they were found to consist of Cu’O, S0?+ Aq.—Bottinger (Ann. 
Pharm. 52, 410), by mixing a solution of cupric sulphate with sulphite of 
ammonia containing but a small quantity of free sulphurous acid, obtained 
a dirty greenish-yellow precipitate, which, on the addition of a little 
sulphurous acid, was rapidly and easily converted into a beautiful green 
liquid. If, on the contrary, the sulphite of ammonia contained a sufficient 


quantity of free sulphurous acid, no precipitate was produced in the cold, 


the liquid merely acquiring a green colour. But on slowly heating either 
of these solutions to about 60°, a white salt separated out, which was 
found to be a double sulphite of cuprous oxide and ammonia. At a 
higher temperature, this salt is quickly converted into a red granular 
compound, which, when examined by the microscope, jis found to con- 
sist of oblique four-sided prisms. The same red salt may be obtained 
immediately by heating a solution of blue vitriol with sulphite of 
ammonia containing free sulphurous acid, to the boiling point. Its com- 
position, according to Béttinger, is as follows:— 


Bottinger. 
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This salt, when boiled for a long time in the liquid, gives off sulphurous 
acid and becomes lighter in colour. In this state, Bottinger found it to 
contain 66°6 p. c. Cu’O. Hence may be explained the discordant results 


obtained by different chemists in the analysis of this red salt—According 


to Rammelsberg, its formula is CuO, SO?+ Cn’0,S0* + HO. 4 


F, Su.puire oF Cuprric Oxipr, or Cupric SurpuitE.—The green 
liquid obtained by dissolving carbonate of cupric oxide in cold aqueous 
sulphurous acid consists of this salt; it soon changes, however, especially 
when heated, into cuprous sulphite and cupric sulphate. (Berthier.) 


' G. Hyposunpnate or Curric Oxipr, or Curric HyposutpHaTE.— 
a. Quadrobasic—Formed by mixing the aqueous solution of 6 with a 
small quantity of ammonia. Verdigris-coloured precipitate. Turns 
violet-juice green. Does not absorb carbonic acid from the air, When 
heated, it assumes first a dark green and then an ochre-yellow colour. 
Very sparingly soluble in water. (Heeren.) 
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b. Monobasic.—Preparation similar to that of the corresponding 
ferrous salt (p. 236). Rhombic prisms, having the lateral edges inclined 
at angles of about 108° and 72°, and with dihedral summits resting on 
the acute lateral edges. The crystals are slightly efflorescent, decrepitate 
violently when heated, and leave 52°69 per cent. of cupric sulphate. 
Very easily soluble in water, but insoluble in alcohol. (Heeren.) | 


Monobasic. Heeren. 
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H. SunpHatre or Cupric Ox1pr, or Cupric SuLpHATE.—a. Octo- 
basic.—Formed by mixing a solution of blue vitriol with a quantity of 
potash just sufficient to precipitate all the copper, but not to give the 
liquid an alkaline reaction—then washing and drying the precipitate.— 
“Apple-green powder. .Turns blue and gives off water when heated. 
10°76 per cent.. of water escapes at 149°, and 10°52 per cent. more 
between 149° and 260°; consequently, 6 atoms of water are more inti- 
mately united with the salt than the other six. The dehydrated salt, 
when placed in contact with water, regains its fine green colour and 
becomes heated. (Kane, Ann. Chom. Phys. 72, 269.) ) . 
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6. Quadrobasic.—Occurs in the form of Brochantite. The hydrate 
and the recently-precipitated carbonate of cupric oxide are converted 
into this salt by immersion in a solution of blue vitriol. (Proust, A. Gehl. 
6, 567.)—2. The same salt is also formed by precipitating a solution of 
blue vitriol with so small a quantity of potash or ammonia, that part of 
the solution shall remain undecomposed. (Proust, Ann. Chim. 32, 34; 
Berzelius, Gilb. 40, 300; Kuhn, Schw. 60, 543.)—The precipitate carries 
down with it a quantity of sulphate of potash, which cannot be removed 
by washing. (Graham, dun. Pharm. 29, 29.)—3. By boiling a solution 
of blue vitriol with a quantity of zinc-oxide not sufficient to throw down 
the whole of it. The precipitate is free from zinc. (Brunner, Pogg. 
15, 479.)—4. The same salt is likewise precipitated from a solution of 
blue vitriol, supersaturated with ammonia and exposed to the air, 
(Kihn.)—5. It is also obtained by treating with water the green powder 
which remains on gently heating the sulphate of cupric oxide and_ 
ammonia. (Kane.)—Pale green powder.—Does not dissolve in water, or 
give up any of its sulphuric acid to that liquid. Undergoes no alteration 
at 100°; at a higher temperature, it gives off water, and is converted 
(after first turning olive-green) into a brown mixture of cupric oxide and 
monobasic cupric sulphate, which latter becomes hot by contact with 
water, and may be extracted by it; but if the solution thus formed be left 
to stand for some time in contact with the cupric oxide, the monobasic 
salt is reproduced. (Proust.) This salt gives off only one atom of water 
at the melting-point of lead. (Graham.) According to Kane, no water 
goes off below 149°, but at that temperature the whole is evolved; the 


426 | COPPER. | 


blue pulverulent residue absorbs water slowly from the air, but quickly 
when moistened, the combination being attended with evolution of heat, 
and the salt acquiring a bluish-green colour. 


Brochantite.—Crystalline system the oblique prismatic. ig. 55, 
together with the y-face. (Levy.) The Peruvian mineral is a pale green, 
earthy mass, sometimes of the hardness of soft sandstone, sometimes friable 
between the fingers, sometimes argillaceous. Boiling water extracts 
from it nothing but a small quantity of gypsum. When ignited and 
‘subsequently treated with water, it behaves like the artificial salt. Con- 
tains 27 per cent. of sand mixed with it. (Proust, V. Gehl. 2, 54.)— 
The mineral from Siebenbiirgen resembles malachite in external appear- 
ance, but has a higher lustre and darker colour. Sp. gr. from 3°78 to 
3°87. At a red heat, it gives off a small quantity of sulphurous acid 
together with water. Before the blowpipe on charcoal, it fuses and 
yields a button of copper. (Magnus, Pogg. 14, 141.)—Berthier (Ann. 
Chim. Phys. 50, 860) examined a similar compound from Mexico, 


Proust. Kane. Kiihn. Brunner. Berzelius. Proust. Magnus. Berthier. 
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The analytical results vary between the three following formule : 
a, 4Cu0,S0?+ 4 Ag.—é. 4Cu0, 80° +3 Aq.=Cu0, $0? + 3(Cu0, HO).— 
c. 8Cu0, SO?+8 Ag. — The calculations from these formule give the 
following per centages : 
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Berzelius (Jahresber. 11, 176), on further examination of the salt precipi- 
tated by an insufficient quantity of potash, found that it contained not 
quite 4 At., but considerably more than 3 At. cupric oxide to 1 At. 
sulphuric acid; probably, therefore, a mixture of two basic salts. 


c. Bibasic ?—When an aqueous solution of 125 pts. (1 At.) blue 
vitriol is digested for some months with 40 pts. (1 At.) of finely pulve- 
rized cupric oxide, the liquid becomes completely decolorized, and a green 
powder insoluble in water is produced. (Thomson, Ann, Phil. 17, 244.) 

A concentrated solution of blue vitriol digested with cupric oxide 
takes up a certain quantity of that substance, and yields four-sided 
prisms terminated by four-sided pyramids. (Leblanc, J. Phys. 55, 801.) 
Any pale green precipitate [of quadrobasic salt] that may be formed 
during the digestion, disappears again on the addition of more blue vitriol 
solution, The crystals are distinguished from those of blue vitriol, not 
only eee form, but likewise by their blue colour. (Htinefeld, Schw. 
50, 342. 
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d, Monobasic.—Sulphate of Copper, Blue Vitriol, Copper-vitriol, 
Cyprian Vitriol.—Occurs here and there as a modern natural for- 
mation. . 

Formation.—1, When copper is immersed for half a year in an 
aqueous solution of sulphurous acid contained in a close vessel, cupric 
sulphate and sulphide of copper are formed, and the acid loses its odour, 
(Barruel.) 


2Cu + 2802 = CuO, SO? + CuS, 


2. Copper heated with oil of vitriol yields cupric sulphate and sulphurous 
acid gas : eats 


Cu+2S0? = Cu0,80?+80?; 


part of the sulphurous acid, however, acts on the copper as in (1), so that 
the cupric sulphate produced is mixed with sulphide of copper. This 
sulphide of copper appears to constitute the black powder which Ber- 
zelius (Ann. Chim. Phys, 2, 228) supposed to consist of cuprous sulphate. 
Kyen at ordinary temperatures, sulphuric acid kept in contact with 
copper in a close vessel slowly produces cupric sulphate, with simul- 
taneous formation of sulphide of copper. (Barruel, J. Pharm. 20, 15.)— 
Copper-turnings and oil of vitriol placed together in a vessel completely 
filled with the liquid, and closed, exhibit the following phenomena :— 
At the end of one week, a pale rose-coloured liquid; after 3 weeks, the 
liquid decolorized, the copper still bright; after 8 weeks, a small quantity 
of brownish powder, consisting of sulphide of copper, deposited at the 
bottom of the vessel; this powder continues to increase in quantity up to 
the fifth month, and finally, transparent and colourless crystals ‘of 
anhydrous cupric sulphate, which form a blue solution in water, are 
deposited on the sides of the vessel. After the lapse of six months, the 
colourless liquid emits a strong odour of sulphurous acid, and turns blue 
when mixed with water, showing that it contains anhydrous cupric 
sulphate dissolved in oil of vitriol. Hence it appears that the sulphuric 
acid is slowly decomposed, yielding cupric sulphate and sulphurous acid; 
and the latter is at first wholly expended in forming (according to 1) 
sulphide of copper and cupric sulphate with the rest of the. copper. 
(Baffuel.) Even a mixture of 60 drops of oil of vitriol with 6 ounces of 
water inclosed with copper in a bottle for 69 days, yields a liquid 
which is colourless, but turns blue on the addition of ammonia, while 
the copper becomes covered with black cupric oxide [sulphide ?], 
(J. Davy, WV. Hdinb. Phil, J. 8, 229.)—38. If the air has access to the 
liquid, the copper gradually takes up oxygen from it, and dissolves in the 
sulphuric acid, whether it be dilute or moderately concentrated. — 
4, Disulphide of copper heated in the air forms cupric sulphate and free 
cupric oxide. Even at ordinary temperatures, many copper-ores con- 
taining sulphide of copper, yield blue vitriol by contact with air and 
water. | 
Preparation.—1. By heating 1 At. copper with at most 2 At. oil of 
- yitriol till the residue is dry—then exhausting with hot water, filtering 
from the copper and sulphide of copper, and cooling the filtrate till it 
crystallizes. 32 pts. copper require 98 oil of vitriol; which may be 
diluted with one-third of its weight of water. — 2. By heating 3 At. 
copper with 3 At. oil of vitriol and 1 At. nitric acid together with 
water ;: Rine 
| 3Cu +3803 + NQ® = 3(Cu0,80%) + NO’. 
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82 pts. of copper, 49 oil of vitriol, 55°7 nitric acid, and of specific gravity | 
1:26 (or 48°1 of sp. gr. 1°3, or 40°6 of sp. gr. 1°35) are placed together in 
a warm situation till the greater part of the copper is dissolved, then 
kept boiling for some time, and afterwards filtered and cooled. This 
process yields from 120 to 126 parts of crystallized blue vitriol free from — 
nitric acid. (Anthon, Repert. 81, 344.)—3. By exposing copper to the 
united action of the air and of dilute sulphuric acid.—Five or more 
leaden troughs are loosely filled with copper-turnings—the first trough 
charged, with dilute sulphuric acid of 15° to 20° Bm.—the acid then 
drawn off into the second trough, and from that into the third, and so on. 
The copper turnings thus moistened with acid are exposed to the air for 
twelve hours—the acid is then allowed to remain in each trough for two 
hours—and this transference of the acid from one trough to the other is 
continued till the acid is fully or nearly saturated with cupric oxide. 
The salt is then crystallized by evaporation and cooling, and the remain- 
ing copper treated in the same manner with a fresh quantity of acid. 
(Bérand, Pogg. 14, 285.)—4. Sulphide of copper, either natural or 
artificial, is roasted, and the resulting cupric sulphate dissolved out by 
water.-_Copper-pyrites, in the form of powder, is roasted for six hours 
on the hearth of a reverberatory furnace, being frequently stirred all 
the time, and left in the hot furnace over night. If the heat is not 
strong enough, nothing but green vitriol is produced (from the sulphide ~ 
of iron in the copper-pyrites), but if sufficient heat is applied, the ferrous 
sulphate is for the most part converted into ferric oxide. The hot roasted 
ore is exhausted with water, the liquid evaporated to a moderate degree 
of concentration, and left to cool in wooden vessels, in which sticks are 
placed for the crystals to attach themselves to. The mother-liquid, when _ 
further evaporated and cooled, yields a blackish-brown salt, which like- 
wise contains iron, cobalt, and manganese. The exhausted ore 1s smelted 
for blue copper. Ten parts of ore yield 3 parts of blue vitriol. This is 
the process adapted at Rheinbreitenbach. (Funcke, N. Tr. 1, 1, 270.)— 
4 parts of copper-cuttings are heated to redness in a reverberatory furnace, 
and, after all the air-vents have been stopped, brought in contact with 
one part of sulphur. As soon as the sulphide of copper has formed, the 
air-holes are opened, the flame allowed to act on the mass for a vghule, 
and thé whole then left to cool with the furnace imperfectly closed. The 
blue vitriol is then dissolved out of the mass by water—the solution 
evaporated in leaden boilers—then transferred to wooden clarifiers for the 
undissolved matter to settle down—and the decanted liquid further eva- 
porated till it crystallizes. The portion of the sulphide of copper not 
taken up by the water is again ignited, roasted, exhausted with water, 
&c., &c.—5. Blue vitriol is also obtained as a by-product in the sepa- 
ration of silver from the ore. : . me 

The blue vitriol of commerce may contain the sulphates of manganous - 
oxide, zinc-oxide, ferrous oxide, and cobalt-oxide. . If the aqueous solution 
be acidulated with sulphuric acid and the copper precipitated by sul- 
phuretted hydrogen, the above-mentioned metals remain in the filtrate, 
and may be recognized after sufficient concentration.—Blue vitriol thus . 
contaminated may be rendered continually purer by repeated crystal- 
lization. | 

The anhydrous salt is obtained in colourless transparent crystals by 
the action of cold oil of vitriol on copper in close vessels. (Barruel.)—It 
may also be produced by heating the hydrated crystals; it then takes the 
form of a white, opaque, friable mass, of specific gravity 3-572. (Karsten.) 
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The salt, when dissolved in water, has an astringent metallic taste and 
reddens litrus.—At a strong red. heat, it gives off all its acid, partly in 
the form of sulphurous acid and oxygen gas (Gay-Lussac), partly as 
anhydrous sulphuric acid. (Bussy.)—By hydrogen at a red heat, it is 
reduced to the state of metallic copper. (Arfyedson, Pogg. “1, 74.) 
Heated to dull redness-with excess of charcoal, it gives off carbonic and 
sulphurous acid gases in exactly equal volumes, while copper free from 
sulphur remains behind: 


CuO, SO2?+C = Cu+SO0?+CO. 


At ahigher temperature, a violent disengagement of gas takes place, and a 
mixture of metallic copper and sulphide of copper remains, because the 
sulphurous acid gas evolved in the inner and less heated part of the 
mixture, acts upon the copper and charcoal in the outer portions, in such 
a manner as to form sulphide of copper and carbonic acid. (Gay-Lussae, 
J. pr. Chem, 11, 69.)—When gently heated in a stream of phosphuretted 
hydrogen gas, the salt gives off water and sulphurous acid, turns brown, 
and is finally converted into a black mixture of phosphide of copper and 
yariable quantities of the disulphide. (H. Rose, Pogg. 24, 380.)—The 
-aqueous solution added in excess, colours pentasulphide of antimony 
brown, and if boiled for some time with that substance, yields a mixture 
of black sulphantimoniate of copper and white antimonic acid. (Ram- 
melsberg, Pogg. 52, 241): 


15(CuO, SO%) + 8SbS° = 5(3CuS, SbS*) + 3SbO* + 15803. 


(For the decomposing action of zine on the aqueous solution, see p. 409.) 
—Crystallized blue vitriol dissolves in aqueous hydrochloric acid with a 
reduction of temperature amounting to about 17°, and forms a green 
liquid, which, when formed by the action of at least 1 atom of hydro- 
chloric acid on 1 atom of blue vitriol, yields, on evaporation and cooling, 
crystals of pure hydrated chloride of copper, the whole of the sulphuric 
acid remaining in the mother-liquid in the free state. No sulphate of 
copper crystallizes out unless the proportion of hydrochloric acid is less 
than one atom. If, however, the crystallized chloride of copper is left 
for*gsome time exposed to the air in contact with the mother-liquid which 
contains the sulphuric acid, crystals of blue vitriol are reproduced [in 
consequence of the evaporation of the hydrochloric acid ?}.—Cupric 
sulphate containing no water, or only 1 atom, absorbs rapidly and with 
great evolution of heat, a quantity of hydrochloric acid gas amounting to 
nearly one atom: no water is set free, but a dark chocolate-coloured mass 
is formed, which rapidly gives off all its hydrochloric acid at a higher 
temperature, but when dissolved in water, yields crystals of chloride of 
copper and a mother-liquid containing free sulphuric acid. When hydro- 
chloric acid gas is passed over ordinary blue vitriol (containing 5 At. 
water) in the state of powder, great heat is evolved, water is given off, 
and the salt rapidly absorbs rather more than 1 atom of hydrochloric acid 
(in consequence of the water being set free) and forms a grass-green 
-mass—brown where the salt has been most strongly heated— which 
fumes strongly from evolution of hydrochloric acid, and is very acid and 
deliquescent. (Kane, Phil. Mag. J. 8, 353; also Ann. Pharm. 19, 1.) 

_ In the humid way, cupric sulphate resolves itself with sal-ammoniac 
into stilphate of cupric oxide and ammonia, and protochloride of copper 
(A. Vogel, Karsten); with common salt, into sulphate of cupric oxide [and 
soda ?] and protochloride of copper (Boussingault, Ann. Chim, Phys. 
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51, 90); with nitrate of potash or soda, into sulphate of cupric oxide and 


_ potash or soda, and nitrate of cupric oxide (Karsten). * 


Combinations with Water.—When cupric sulphate which has ie 


dehydrated by heat.is moistened with water, the water is absorbed, the 


temperature rises 135°, and the salt acquires a blue colour. (Graham.)— 


hen exposed to moist air for 8 days, it takes up the 5 atoms of water 
belonging to ordinary blue vitriol. (Brandes, Schw. 51, 486.) | 


a. Mono-hydrated.—Remains, when the penta-hydrated salt is heated. 
in vacuo to 88°, in the form of a greenish-white, friable mass, which, ata _ 


temperature between 221° and 242°, gives off its last atom of water and 
becomes white. (Graham, Phil. Mag. J. 6, 419.) eee 

B, Bi-hydrated.—The penta-hydrated salt kept for 7 days in vacuo 
over oil of vitriol at a temperature between 19° and 21°, loses such a 
quantity of water, that 17:336 parts (nearly 2 At.) of water remain 
combined with 80 parts (1 At.) of the anhydrous salt. noreah ig! 


_ y. Penta-hydrated.—The ordinary form of cupric sulphate.—Separates 
from the aqueous solution, on cooling, in azure-blue, transparent crystals” 


belonging to the doubly oblique prismatic system. Figs. 121, 122, 123, 
and other forms. y:u=109° 32!; y: v=128° 87/; w:v=124° 2; win 


150° 20’; w:w=126° 11’, &e. Cleavage indistinct, parallel to y, , and 


. (Hauy.) Sp. gr.=2-274. (Kopp.) The crystals effloresce on the. 


surface in dry air. ‘They dissolve in 3 parts of cold and 2 pt. of boiling 


water. One part of the crystals dissolves at 4° in 3°32 pts., at 19° in ~ 


— 2-71, at 31° in 1°84, at 87°5° in 1°7, at 50° in 1°14, at 62°5° in 1:27 [1], at 


75° in 1°07, at 87:5° in 0°75, at 100° in 0°55, and at 104° in 0°47 parts of 


water. (Brandes & Firnhaber.) The crystals dissolve at 17:5° in 2:412 
parts of water, forming a solution whose density is 1:182. (Karsten.) A 


solution saturated at 8° has a density of 1:17. (Anthon.) — Glacial acetic 


acid completely precipitates “blue vitriol from its aqueous solution. 
(Persoz.) : 
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The native blue vitriol from Chili contains small quantities of the 


sulphates of ferric oxide, lime, magnesia, and alumina. (H. Rose, Pogg. 
27, 318.) : Si Sa ree Pei 
The colourless solution of anhydrous cupric sulphate in oil of vitriol 
- acquires a beautiful violet or violet-blue colour by contact with nifrie 
oxide gas. The liquid is immediately decolorized by dilution with 
water, and likewise by oxidizing agents, such as hyponitric acid, nitric 


acid, nitrates, and manganic sulphate, but not by nitrites. (Desbassins de 


Richemont, Jp-Chim. Méd. 11, 504.)—Jacquelain (Compt. rend. 14; 643) 


was unablé to produce this violet compound, and suspects the presence of 
green vitriol in the blue vitriol used by Desbassins. But the colour is 


quite different, and is produced even in pure blue vitriol diffused through 


rectified sulphuric acid..(Gm.) 


I. Carbosulphide of Copper ?—When bisulphide of carbon is passed 
over red-hot copper, the carbon, according to Cluzel, is separated and 
deposited on the surface of the copper; but according to Berzelius, — 
Thénard & Vauquelin, the bisulphide of carbon combines as a whole 
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Pa with the copper, forming a shining black substance, which, when treated i 
Be with nitric acid, leaves a residue of charcoal. | , , 


-_K. Sutrnocarponate oF Corpur.—Cupric salts yield with sulpho- 


carbonate of calcium a dark brown precipitate, soluble and forming a 
dark brown solution in excess of sulphocarbonate of calcium, black after 
drying; when distilled, it first gives off bisulphide of carbon, then sulphur, 
and leaves disulphide of copper. (Berzelius. 3 
L. Cuprous HyposvuLrHopnospuiTe. —a.— Bibasic. —2Cu’S, PS. — 
Remains in the form of a liver-coloured powder, when the compound 
2Cu’S,PS* is ignited in a retort. io 


b. Monobasic.—Disulphide of copper does not combine with protosul- 


: phide of phosphorus when the two are heated together; but when the 


following compound (M) is ignited in a retort, PS is first evolved, then a 
sulphide of phosphorus richer in sulphur, and there remains a liver- 


~‘eoloured powder=Cu’S,PS, which assumes a lighter colour when rubbed, 


and if ignited in the air, is converted, with faint glow (but without phos-. 
phorus-flame), into sulphurous acid gas and a black, oxidized mass.—The 
same compound is produced by the action of PS on dichloride of copper © 


‘dissolved in ammonia. (Berzelius. ) 


M. Curric HiposutpHoruosruite.—Protosulphide of copper preci- | 
pitated by sulphuretted hydrogen from a solution of blue vitriol, then 
washed with water freed from air. by boiling, and dried in vacuo, is 
treated with protosulphide of phosphorus in the bulb-apparatus, as 
described in the preparation of sulphide of phosphorus and zine (p. 26). 
Combination then takes place, attended with so great a development of 
heat, that the excess of sulphide of phosphorus is almost instantly distilled 
off; what remains is afterwards expelled by the application of a very 
gentle heat. The compound is left in.the tube till it is cold; it contains 
a few granules of uncombined sulphide of copper, which are harder than 


- the rest of the mass.--Black-brown, becoming lighter when pulverized.— 


—, > 4 
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When heated in the air, it burns with » phosphorus-flame, and leaves a 
light liver-coloured. powder. When distilled, it behaves in the manner 
mentioned under L, 6.—Insoluble in dilute hydrochloric-acid, but, dis- 
solves to a slight extent in that acid when hot and concentrated, forming 
a deep yellow solution, from which it is completely precipitated in dark 


brown flakes by water, so that the liquid, after dilution, no longer retains 


a trace of copper. (Berzelius, dnn. Pharm. 46, 252.) 
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CuS, PS... QB.  LOOOO 4 r.ccze5 es 3 
The compound analyzed by Berzelius, being mixed with a small quantity of free 
sulphide of copper, the proportion of phosphorus came out rather too small, and that of 
copper rather too great. (Berzelius.) . ae 


N. Currous SuLpHopHospHrre. — Bibasic. — Bisulphide of copper 


precipitated from a solution of blue vitriol in excess of ammonia by soda- 
liver of sulphur, is washed, dried in vacuo, and treated with protosulphide ~ 
_ of phosphorus, in the bulb-apparatus aboye mentioned (p. 26). .Com- 
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~ bination takes place in this case also, with great Sy olution of heat. The 
excess of sulphide of phosphorus is driven off by a very gentle heat, a 
stream of hydrogen being passed through the apparatus all the time. — 
Deep yellow powder. Heated in a retort to commencing redness, it 
gives off 2 atoms of sulphur, and leaves the compound L,a(2Cu°S,PS). 
May be set on fire in the air, and burns with a faint phosphorus-flame, 
being converted into a shining mass, geen smells of pug eee acid. 
Genres ) 
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The excess of salar obtained in the analysis #28 from the admixtare ‘of.a 
small ney of 2CuS, PS®. _ (Berzelius. ) 


O. Cupric Saipunbeostn ihe —a. Octobasic. seaains in the form 
of a yellow powder, on gently heating the bibasic compound, 6. (Berzelius.). 
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b. Bibasic. —2CuS,PS°*. — Formed iy gently heating 2 atoms of 
Cus,PS with 4 atoms of sulphur, 1 atom of PS volatilizing. 


2(CuS, PS) +48 = 2CuS, PS°+ PS. 


If, however, the heat rises a little too high, PS° is given off as well as PS, 
and the composes O,a remains. (Berzelius, Ann. Pharm. 46, 278.) : 


CopPpER AND SELENIUM. 


A. DIsELENIDE oF CoPpPER, or nous SELENIDE. cing: native. 
Formed by heating copper with selenium, the combination being attended 
with ignition; or by igniting the. protoselenide in a close vessel. Dark 
steel-grey; ; has a close fracture, and: fuses at a temperature considerably 
below redness. When heated in the = ak for a long time, it gives up only 
a portion of its selenium, emitting an odour ef horse- radish, and leaving 
grey, brittle, easily fusible copper. (Ber zelius.) 


~~» Berzelius. 
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B. Protoserenipe or Copper, or Cupric SELENIDE. fo precipi- 
tating blue vitriol with seleniuretted hydrogen. Black flakes, which 
become dark grey in drying, and acquire the metallic lustre by Pere: . 
Gives off half its selenium on distillation. (Ber zelius. ) 


C. Currovs SELENITE.—By digesting hydrated cuprous oxide with 
aqueous selenious acid. White powder, insoluble i in water, (Berzelius.) 
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 D. Cuprid Serenive—a. Basic.—By precipitating blue vitriol with 
selenite of ammonia containing excess of ammonia. Pistachio-green,- 
becoming black when: heated, and giving off first the water, and then — 
_. the whole of the acid, with intumescence, Insoluble in water, but soluble 
in ammonia. . | ° 
. 6. Monoselenite.—On mixing a warm aqueous solution of blue vitriol 
with biselenite of ammonia, bully, curdy, yellowish flakes are produced, 
which are quickly converted<(slowly in the cold) into small, silky, 
- greenish-blue crystals. When~heated, they give off water, and become 
‘liver-coloured ; then fuse, turn black, and give off all their water with 
ebullition. Insoluble in water ‘arid in aqueous selenious acid. (Berzelius. ) 
‘J According to Muspratt (Chem. Soc. Qu. J. 2, 66), this salt acquires a 
bright blue colour when dried over oil of vitriol. 


; 5 Muspratt. 
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KK. Cupric SELENIATE.—Crystals isomorphous with those of the 
sulphate. (Mitscherlich.) | : 


Coprer AND IoDINE. 


A. Diytopipe or Coprrr, or Cuprovs JopipE.—1. Formed by 
heating finely divided copper with iodine.—2. By precipitating a solu- 
tion of dichloride of copper in hydrochloric. acid with iodide of potassium. 
(Sarphati.) .If the hydrochloric acid is in too great excess, a small 
portion of iodide of copper remains dissolved in it; and if the quantity of 
hydrochloric acid is too small, dichloride of copper may be precipitated 
together with the iodide. (Buchner, Repert. 78, 8.)—3. By precipitating 
a dissolved cupric salt with iodide of potassium, half of the iodine being 
_ sét free: 


2(CuO, S05) + 2KI = 2(KO, 803) + Cul +I. 


The precipitate must be washed with alcohol, to free it from adhering 
iodine. (Berthemot.) By precipitating a solution of cupric sulphate in a. 
sufficient quantity of aqueous sulphurous acid, with iodide of potassium. 
(Duflos, Ann. Pharm. 39, 253.) , 


2(CuO, SO?) + KI + SO? = KO, 3803+ Cu°I. 


5. By precipitating the aqueous solution of 1 At. cupric sulphate, and at 
least 1 At. ferrous sulphate, with iodide of potassium. (Soubeiran, 
J. Pharm, 13, 427.) - | 


2(Cu0,$0%) + 2(FeO, S03) + KI = KO, SO? + Fe205, 3808 + Cul. 


According to Soubeiran, iodide of copper obtained by precipitation 
and dried at 40°, contains 4 per cent. of water, so that its formula is 

CwI+Aq., or Cu’O,HI.—6. Becquerel, by the electrolytic process, 
(1,401) obtained iodide of copper in octohedrons. . €: 

 Jodide of copper obtained by precipitation is a brownish-white powder. — 

When heated, it gives off 4 per cent. of water, and at a red heat fuses 

- into a brown mass, which yields a green powder. (Soubeiran.) It is but. 
VOL. V. 2F mas 
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imperfectly decomposed by ignition in a stream of hydrogen gas. 


(H. Rose, Pogg. 4,110.) When ignited with peroxide of manganese, it 
is resolved into iodine vapour and cupric oxide. (Soubeiran.) With 
nitric acid, it yields vapour of iodine, nitric oxide gas, and cupric nitrate; 
and with oil of vitriol, it yields iodine vapour, sulphurous acid gas, and 
cupric sulphate. (Soubeiran. ) 5 


CwI +4803 = 2(Ca0,S0%) +1+ 280%. 


Iodide of copper boiled in water, with zinc, tin, or iron, yields metallic 
copper and a dissolved iodide of the other metal. (Berthemot, J. Pharm. 
14, 614.). Aqueous fixed alkalis form metallic iodides and separate 
dioxide of copper; a similar reaction is produced by carbonate of potash 
or soda, carbonic acid being likewise evolved. No decomposition is pro- 
duced by carbonate of baryta, strontia, or lime, or by alumina. (Berthemot, 
comp. II, 250.) Ae : 
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B. IopatE or Cupric OxIpz, or Cupric Ioparr.—lodie acid and 
iodate of soda, mixed with blue vitriol and left over night, form a white 


precipitate. (Pleischl.) Iodate of soda precipitates cupric salts only | 


when highly concentrated; it then forms a bluish-green precipitate, The 
salt is best prepared by dissolving hydrated cupric oxide in dilute iodic 
acid. At 200°, it loses 7-07 per cent. of water; when more strongly 
heated in a retort, it gives off oxygen gas and iodine vapour, and leaves 
cupric oxide free from iodine. It dissolves in hydrochloric acid, with 
evolution of chlorine; and on the addition of ammonia, iodide of nitrogen 
is precipitated. It dissolves in 302 parts of water at 15°, in 154 parts of 
boiling water, and easily in ammonia, forming a dark blue solution. 
(Rammelsberg, Pogg. 44, 569.) 


C. Per1iopaTE or Cupric OxipE, or Cupric PErtopatr.—Monobasie 
periodate of soda yields, with cupric nitrate, a siskin-green precipitate, 
which dissolves in dilute nitric acid, and becomes yellowish when heated. 
(Benckiser, Ann. Pharm. 17, 260.) 


CopPpER AND BROMINE. 


A. DrpromMipE oF Copper, or Cuprous BromipE.—Copper does not 


combine with bromine at ordinary temperatures, but on the application of 
heat, combination takes place: — 1. When bromine is placed at the 


sealed end of a glass tube, the upper part of the tube filled with fine 


copper wire, and the copper heated to dull redness, combination takes 
place, attended with vivid incandescence. The protobromide which mixes 
with the mass ‘is dissolved out by water. On dissolving the product in 
aqueous hydrobromic acid, any copper which may remain uncombined is 
left behind, and the dibromide may be precipitated from the solution by 
water. (Léwig.) Another mode of preparation is to heat thin, rolled-up 


—s 


copper-foil in a flask, at the bottom of which some bromine is placed, and — | 


when combination attended with ignition is set up, to drop more bromine 
in, till the whole of the copper disappears. In this manner, dibromide. of 
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copper is obtained in the form of a fused mass. (Berthemot, Ann. Chim. 
Phys. 44, 885; also J. Pharm. 16, 651.)—2. By igniting ‘protobromide’ 
of copper. (Rammelsberg.) ‘: 

_By precipitation : white powder ; after fusion: greyish-brown mass 
(Léwig); greenish-brown mass, having a crystalline fracture, and trans- 
lucent. when in thin laminz. (Berthemot.) Fuses ata red heat, but does 
not volatilize if heated in close vessels, and with difficulty in an open 
vessel. (Lowig.) In a close vessel, it may be heated strongly without 
decomposition; but when heated in the air, it gives off vapours which 
_ impart a green colour to the flame of alcohol, and leaves a residue of 
cupric oxide. (Berthemot.) Dissolves in nitric acid, with evolution of 
nitric oxide. (Léwig.) Dissolves without decomposition in aqueous hydro- 
bromic or hydrochloric acid. Dissolyes in ammonia, but not in water. 
N ot decomposed by boiling oil of vitriol or acetic acid. (Berthemot.) 


: Berthemot. 
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Hyprosromats oF Drsromipe or Copper, or Actp HyDROBROMATE 
oF. Cuprous Ox1pE.—Dibromide of copper forms a colourless solution 
with concentrated hydrobromic acid. This solution yields, with green 
vitriol, a precipitate of metallic copper. . 


Cu?Br + 3(FeO, 80%) = 2Cu + FeBr + Fe?03, 380%, 


From a solution of protobromide of mercury, it throws down dibromide 
of mercury, and from a solution of chloride or bromide of gold, it precipi- 
tates metallic gold. Water decomposes it, throwing down dibromide of 
copper. 59 | 


B. Agurous Cuproso-cupric BromiIpE, or HyYDROBROMATE OF 
Cuproso-cupric Ox1pE-—When an aqueous solution of protobromide of 
copper is slowly evaporated, it gives off bromine, and is conyerted into a 
dark brown liquid, which, on the addition of water, recovers its original 
green colour, and yields a precipitate of dibromide of copper. 


C. ProroproMIDE oF CoppER, or Cupric Bromipe.—Formed by 
evaporating the solution of cupric oxide in aqueous hydrobromic acid, 
and fusing the residue at a gentle heat. (Léwig.) The residue is iron- 
black, like plumbago. (Berthemot.) If the solution be left to evaporate 
in vacuo oyer oil of vitriol, anhydrous shining crystals are obtained, 
resembling iodine in appearance. (Rammelsberg, Pogg. 55, 246.)— 
According to Berthemot, protobromide of copper gives off half its bromine 
even below a red heat; according to Rammelsberg, it gives off 36°8 per 
cent., and leaves dibromide of copper. : 
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_ Hydrated Protobromide of Copper, or Hydrobromate of Cupric Oxide. 
—Tlie emerald-green solution of cupric bromide in water, or of cupric 
oxide in aqueous hydrobromic acid, or of copper in a mixture of hydro- 
bromie and nitric acids, becomes brown on evaporation, and yields right 
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rectarigular’ prisms (greenish-yellow needles, according t6- Berthemot),. 
which fuse at a gentle heat, giving off their water, and leaving a residue. 
of anhydrous protobromide of copper. (Lowig.) . 
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Protobromide of copper and the hydrated crystals deliquesce in the air, 
and dissolve readily in water; the green solution turns brown on evapora- 

tion, and likewise when mixed with oil of vitriol or with salts, these 
_ substances depriving it of its water. (Lowig.) . 


D. Cupric Oxy-BromipE, and Bastc HyproproMaTE or. CupRic 
Oxinz.—Ammonia added to an aqueous solution of cupric bromide, pre- 
cipitates the hydrated compound in the form of a pale green powder, _ 
which, when gently heated, is converted into the anhydrous compound, and, 
at a higher temperature, gives off bromine, and yields a grey compound 
of Protoxide of Copper with Dibromide of Copper. (Liéwig.) 

Bromine-water yields with cupric oxide, an olive-green substance, 
which is insoluble in water; does not discharge vegetable colours, but 
liberates nitrogen from ammonia; is decomposed -by the weakest acids, 
even by carbonic acid, with evolution of bromine; and when heated to 
100°, gives off oxygen, bromine, and water, and is converted into cupric 
oxy-bromide. The olive-green substance is probably a mixture of hypo- 
bromite of cupric oxide with cupric oxybromide. (Balard, J. pr. Chem. 
4,179.) . b% 


55, 78.) 


eCeO toners Lr ahiate: 240-0 SBS2i0sie he 53-01 
Beni ihe o.com 118-4 26°40 © vaste 26°39 

SO BLOR centri, 5 tse 90:0 20°08 vss 2060. 
6CuO, BrO* +10Aq. badd -d RSS 190-00 ee 1owgys "> 4 


b. Monobasic.—The solution of cupric carbonate in aqueous bromic 
acid, yields indistinct, bluish-green crystals, which do not effloresee in — 
the air; but dry up in vacuo over oil of vitriol, yielding a greenish-white 
powder. At 180°, they give off the greater part of their water, acquiring | 
a dark colour at first; at 200°, the whole of the water goes off, together 
with bromine. At a red heat, there remains a mixture of oxide and 
oxybromide of copper, amounting to between 25 and 28 per cent., which 
cannot be dissolved out by water. (Rammelsberg, Pogg. 52, 92.) 


a 


——_— ——— 


ee 


Crystallized. Rammelsberg. 
EE ees Ga Shae Def ateanite AD Orie ess HL Oda. sale 19°73 } 
Bee Costd ate and yay eee ithe S Redes a Lae SUS ERs Lo here SR AMRNNED 56°06 
By PADI ee elites. & me at ee ee », 94570 ps aor ee 
CaO, BrOt4 SAyon: cnc stag? 203°4 °. 1... L0OCO” 


- 
oe” i ; 
= 
> ¥ ™ 
a 


aid 


DICHLORIDE OF COPPER, 437 


ant, * 


CoPpPpER AND CHLORINE. 


_ A. Dicatoripr or Copper, or Cuprous Cutoripe.—Boyle’s Resina 
Cupri.—t|. Copper filings and copper foil introduced into chlorine gas at 
ordinary temperatures, burn with a red light, and form dichloride and 
protochloride of copper. (J. Davy, Schw. 10, 812.) Copper reduced from 
the carbonate by hydrogen gas, burns in chlorine at ordinary tempera- - 
tures with a white flame. (Osann.)—2. Copper heated with protochloride 
‘of mercury, yields vapour of mercury and dichloride of copper. (Boyle.) 
The decomposition takes place most readily with 1 pt. copper to 2 pts. 
corrosive sublimate. (J. Davy.) More exactly, 64 pts. (2 At.) copper and 
136 pts. (1 At.) corrosive sublimate.—3. A plate of copper immersed in 
hydrochloric acid in a flask containing air, becomes covered with white 
tetrahedrons of dichloride of copper. (Proust.)—4. The compound may 
also be formed by agitating copper-filings with a solution of the proto- 
chloride in a close vessel (Proust): | 


CuCl+Cu = Cv?Cl. 


5. By precipitating the sulphate, hydrochlorate, nitrate or acetate of 
cupric oxide, with aqueous protochloride of tin, or by treating the hydrate 
or carbonate of cupric oxide with protochloride of tin dissolved in hydro- 
chloric acid. (Proust) : 


2CuCl+ SnCl = Cu2Cl+ SnCP. 


6. By treating aqueous protochloride of copper with phosphorus, ether, 
sugar, &c.—7. By heating the protochloride in a retort for a considerable 
time; digesting the residue with water for several days with the retort 
-elosed, to dissolve out the undecomposed protochloride; and pouring off 
. the resulting solution; the residue consists of dichloride. (Proust.) —8. By 
agitating pulverized dioxide of copper with hydrochloric acid in a close 
vessel. (Proust, Chenevix.) vs 
When obtained by precipitation, it presents the form of a white 
erystalline powder, which acquires a dingy violet and blackish-blue tint 
by exposure to sunlight. (Proust.). Crystallizes from its solution in hot, 
concentrated, hydrochloric acid in white tetrahedrons (Proust), which 
turn bluish when exposed to light. (Mitscherlich, J. pr. Chem. 19, 449.) 
According to J. Davy, it separates in olive-green prisms. Fuses some- 
what below a red heat, and when slowly cooled, solidifies in a translu- 
cent, light yellow mass (greyish-white; Proust); the residue obtained by 
rapid cooling is of a dark brown colour, and confused texture. (J. Davy.) 
Specific gravity of the melted mass=3:677. (Karsten.) (As, however, it 
was obtained by fusion of the protochloride, it may perhaps have contained some of 
that compound; Gm.). In close vessels it does not volatilize, even when 
very strongly heated, but if heated in the air, it goes off in white vapours, 
(J. Davy.) 
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When heated to redness in a stream of hydrogen, it is converted into 
metal and hydrochloric acid gas; in an atmosphere of phosphuretted 
hydrogen, it yields one-sixth phosphide of copper and hydrochloric acid 
gas. (H. Rose, Pogg. 4,110; 6, 205.) With iron-filings under water, it 
yields metallic copper and soluble protochloride-of iron. (Proust.) Ferrous 
sulphate added to the solution of dichloride of copper in hydrochloric 
_ acid, throws down metallic copper. (Proust.)—Dichloride of copper turns 
yellow when boiled with water; but the decomposition is not complete. 


(Proust.) With fused hydrate of potash, or the aqueous solution of 


potash, it yields dioxide of copper and chloride of potassium. (Proust.)— — 
When exposed to the air in the dry state, it slowly attracts moisture and ~ 


turns green; in the moist state, it is quickly converted into a green mass. 
(Proust.) With nitric acid, it forms first a violet, and then a blue solu- 
tion, the action being attended with great rise of temperature and violent 
evolution of nitric oxide. (Proust.) A mixture of dichloride of copper 
and oil of vitriol assumes a faint violet colour when covered with a thin 
layer of fuming nitric acid. (Gm.) The hydrochloric acid solution of 
dichloride of copper imparts a blue colour to molybdic acid, decolorizes 
recently precipitated Prussian blue, throws down calomel from a solution 
of corrosive sublimate, and metallic gold from a solution of gold. 
(Proust.)—Dichloride of copper does not dissolve in water, or in dilute 
sulphuric acid; but dissolves without colour in strong hydrochloric acid, 
in aqueous ammonia, and in solution of common salt. 
Aqueous Hydrochlorate of Cuprous Chloride, or Acid Hydrochlorate of 
Cuprous Oxide.-—Formed by dissolving dichloride of copper in strong 
hydrochloric acid; or by agitating the acid in a close vessel with dioxide 
of copper, or with a mixture of the protoxide and excess of metallic 
copper; or by agitating copper-filings with a solution of the protochloride 
strongly supersatarated with hydrochloric acid; or by mixing the same 


solution with ether and exposing it to the sun’s rays.—The colourless . 


liquid prepared hot, deposits crystals of dichloride of copper on cooling. 
The solution, when mixed with a considerable quantity of water, deposits 


the greater part of the dichloride in the form of a white powder. (Proust, 


Scher. J. 8,490; also A. Gehl. 6, 573.) Small quantities of ammonia 
added to the solution, produce transparent cubes of dichloride of copper 
and ammonium, which dissolve in a larger quantity of ammonia, forming 
a colourless liquid which turns blue on exposure to the air. Fuming 
nitric acid imparts to the solution, a dark greenish-brown colour, which 
afterwards changes to yellow, with evolution of nitrous gas. (Gm.) 


B. Cupric Oxipr witn Cuprovus Cuioripr.—CuCl, 2Cu0.—The 
residue obtained by heating cupric oxychloride (CuCO, 3CuO). Proust. 


C. AguEous CupProso-cuprRic CHLORIDE, or HyDROCHLORATE OF 
Cuproso-cuprRic OxipE.—Found by exposing the solution of cuprous 
oxide in excess of hydrochloric acid to the air; by mixing the same 
solution with a solution of protochloride of copper; or by agitating the 
latter with a small quantity of copper-filings.—Dark brown liquid. 
(Proust.) 


D. PRoTOCHLORIDE or CopPER, or Cupric CuLoripE.—1. Formed by 


the combustion of copper in chlorine gas.—2. Dichloride of copper im- — 


mersed in chlorine gas is slowly converted into the protochloride.— 
3. By heating the mono-hydrochlorate of cupric oxide somewhat above 
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Prepared by (1) it forms a brown sublimate, by (3), a brownish-yellow 
powder. Fusible. . Has a caustic metallic taste. At a red heat, it gives 
off half its chlorine, and is converted into the dichloride. Heated in a 
current of phosphuretted hydrogen, it yields hydrochloric acid gas and 


_triphosphide of copper. Fused with phosphorus, it forms chloride of 


phosphorus and phosphide of copper. (H. Rose, Pogg. 27, 117.)—Not 
decomposed by ‘anhydrous sulphuric acid at ordinary temperatures. 
(H. Rose, Pogg. 88, 121.)—Oil of vitriol does not decompose it at 


ordinary temperatures, but completely when heated, hydrochloric acid 
_ being evolved. (A. Vogel.)—From the aqueous solution, phosphorus 


throws down dichloride of copper, and forms phosphoric acid (Boeck); 


_the same precipitate is likewise produced by mercury, with formation of 


dichloride of mercury; by silver, with formation of chloride of silver, 
black at first but afterwards white (Wetzlar, Schw. 52, 475); and by 
protochloride of tin, with formation of bichloride of tin. Dichloride of 
copper is also precipitated on boiling the aqueous solution with sugar, 
and partly remains dissolved in the hydrochloric acid, produced by 
the reaction (A. Vogel); a solution of protochloride of copper mixed 
with ether and exposed to the sun’s rays loses its colour, and on the 
addition of water yields a precipitate of the dichloride. (Gehlen, A. Gehl. 
3, 570.) Heated in a current of olefiant gas, protochloride of copper 
yields a mixture of copper and dichloride of copper. (Wchler.) 


The reaction will be more fully described under the head of Olefiant gas. 


J. Davy 
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Hydrated Protochloride of Copper, or Mono-hydrochlorate of Cuprie 
Oxide.—1. Protochloride of copper, when exposed to the air, turns green, 
and finally deliquesces to a green liquid.—2. The same compound is 
formed when copper immersed in hydrochloric acid is exposed to the air 
fora considerable time. The dichloride of copper and quadrobasic hydro- 
chlorate formed at first, are converted, by longer action of the air and of | 
hydrochloric acid, into a green solution of protochloride of copper.— 
8. By dissolving copper in aqua-regia.—4. By dissolving cupric oxide or 
carbonate in hydrochloric acid. The solution of cupric oxide in concen- 


trated hydrochloric acid is attended with great development of heat. The 


emerald-green solution, when evaporated and cooled, yields green, right- 
angled four-sided prisms. These crystals fuse when gently heated, giving 
off water, and being converted into anhydrous protochloride of copper. 
(Proust.) At 100°, they turn brown, and give off the greater part of 
their water, but they do not part with the whole, which amounts to 21°53 
per cent., till they are raised toa much higher temperature. (Graham, 
Ann. Pharm. 29, 8%.) Cold oil of vitriol likewise abstracts water from 
them, and converts them into the brown anhydrous protochloride, which 
it does not dissolye or decompose. (A. Vogel.) The erystals deliquesce, 
in the air. “ . 
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The solution of protochloride of copper in a small quantity of water 
is emerald-green, but a large quantity turns it pale blue. The concen- 
trated solution assumes a yellow colour on the addition of strong hydro- 
chloric acid. With oil of vitriol it solidifies into a brown mass. Cha- 
racters traced on paper with the solution turn yellow when heated. 

Protochloride of copper is likewise soluble 1n alcohol and ether. 


E. Curric Oxycutormr.—a. CuCl,2Cu0.—An aqueous solution of 
protochloride of copper is precipitated with a quantity of potash not 
sufficient to decompose the whole of it, and the pale green precipitate— 
which is the hydrated compound—is washed and dried, and then heated 
till the water is driven off, whereby it is converted, first into a brown, 
and then into a black powder. (Kane, Ann. Chim. Phys. 72, 277.) 
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a. Mono-hydrated.— CuCl,2Cu0 + Aq.— Remains in the form of a 
chocolate-coloured powder, when the ter-hydrated compound 8 is kept 
for some time at a temperature of 138°.—8. T'er-hydrated.—CuCl,2Cu0 + 
3Aq.—The anhydrous compound, when moistened with water, becomes 
very hot, and assumes a fine green colour, brighter than Brunswick-green. 
—The ter-hydrated compound heated to 138°, gives off 11:08 per cent. of 
water, and is converted into a, and at 260°, it gives 16°83 p.c., and is 
converted into the anhydrous compound.—y. Z'etra-hydrated.—The pale 
green precipitate above mentioned. Of a paler colour than Brunswick- 
green. Gives off 21-51 per cent. of water on ignition, and if after- 
wards moistened and dried at 38°, again takes up 16°78 per cent. 
(Kane. ) 
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b. CuCl, 3Cu0.—Obtained by gently heating the hydrated compound. 
Brown. Gives off oxygen atared heat, and is converted into a com- 
pound of protoxide and dichloride of copper. (Proust.) 

CuCl, 3CuO = Cw°Cl, 2Cu0 + O. 
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CUPRIC: OXYCHLORIDE. 44} 
Hydrated Cupric Oxychloride, or Quadrobasic Hydrochlorate of Cupric 
Oxide.—Found in nature as Atakamite.—Prepared on the large scale by 
method (4) as Brunswick-green, which forms an oil-colour not affected by 
sun-light.—1. The anhydrous compound is reconverted into the hydrate 
by contact with water. (Proust.)—2. Moist dichloride of copper exposed 
to the air is converted into a green mixture of hydrated protochloride, 
which may be extracted by water, and hydrated cupric oxychloride : 


3CwCl+30 = 2CuCl+ CuCl, 3CuO, 


3. By digesting aqueous protochloride of copper with the hydrated prot- 
oxide; or by mixing it with a small quantity of alkali (Proust), suffi- 
cient, however, for the precipitation of the dissolved salt. (Kane.)—4. By 
exposing copper-foil to the air, moistening it repeatedly with hydrochloric 


acid or solution of sal-ammoniac, and exhausting the product with water. 


—The artificially-prepared salt is a pale green powder. When gently 
heated, it gives off water, and is converted into the black anhydrous 
compound. Cold oil of vitriol tnrns it. brown, and separates protochloride 
of copper. When heated, it gives off hydrochloric acid. (A. Vogel.) 
Insoluble in water, but easily soluble in acids. 

Atakamite forms crystals belonging to the right prismatic system. 
Fig. 47 and 61, with y- and z-faces; w’ : w=112° 45’; cleavage parallel 
tot and y; less distinct, parallel to p and uw. Sp. gr. =4'4; hardness 
equal to that of calespar. Translucent, emerald, grass, or blackish-green. 
Colours the blowpipe-flame blue with a green border, fusing, and yielding 


_a bead of copper surrounded with slag. (Berzelius.) 
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An ore from Cobija differing from the preceding by containing a larger 
proportion of water, has been examined by Berthier. (Ann. Mines, 


3rd ser. 7, 542.) 
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ce. CuCl, 4Cu0.—Remains in the hydrated state, and in the form of a 
green powder, when NH’,CuCl is treated with water. When heated, it 
gives off its water, and becomes chocolate-brown, and if afterwards 
exposed to the air, regains a portion of the water which it has lost. 
(Kane.) 


Anhydrous. Hydrated, Kane, 
SCG. gsc) ayis ie. MOOD ii 788 DCS anew 160°0 .... 56°86 ... 56°31 
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F, Hypocuiorite or Cupric Oxipr, or Cupric HypocHLorire.— 
This salt cannot be obtained by precipitating blue vitriol with hypo- 
chlorite of lime, inasmuch as a reaction is thereby produced similar to 
that with zinc (p. 31). —It is formed by dissolving cupric oxide in 
aqueous hypochlorous acid. The solution, when distilled, gives off hypo- 
chlorous acid and probably also free oxygen, and leaves a fine green oxy- 
chloride, which, when treated with excess of cupric oxide, gives off oxygen 
and chlorine, and is converted into an insoluble oxychloride. (Balard.)— 
Cupric oxide dissolves readily in chlorine water (Chenevix); the saturated 
solution contains an equal number of atoms of cupric oxide and chlorine 
[CuCl+Cu0,ClO], and decolorizes indigo after half an hour’s boiling; 
when distilled, it leaves hypochlorous acid. (Balard.) 


G. Catorate or Cupric OxipE, or Cupric CHLoRATE.—Aqueous 
chloric acid readily dissolyes cupric oxide, forming a greenish-blue 
. solution, which yields green crystals having a-slightly acid reaction; 
they produce a green flame when thrown on glowing coals, and deliquesce 
in the air. (Vauquelin.)—§]. According to Wachter (Ann. Pharm. 
52, 233), chlorate of cupric oxide is composed of CuO, Cl0°+6 Aq., and 
crystallizes in octohedrons, which are deliquescent and soluble in alcohol, 
At 100° it is decomposed, giving off a few gas-bubbles, and leaving a green 
substance which suffers further decomposition at 260°, and is insoluble in 
water, but soluble in acids. This substance appears to be a basic chlo- 
rate, inasmuch as its solution in nitric acid gives no precipitate with a 
silver-salt {. 


H,. PERCHLORATE OF CupPRiIc OxIpE, or Cupric PrErRCcHLORATE.— 
The solution of cupric oxide in aqueous perchloric acid, evaporated in the 
hot-air chamber, yields large, blue, deliquescent crystals which redden 
litmus. Paper saturated with the solution and then dried, deflagrates 
when thrown on red-hot coals, producing vivid sparkling, a blue light, 
and a green flame. Soluble in alcohol. (Serullas, Ann. Chim. Phys, 
46, 306.) 


CoPpPpER AND FLUORINE. 


Cw : 
A. DirtvoRIpE or Copprer, or Currovus Fivorips. -- Hydrated 
~ euprous oxide treated with excess of aqueous hydrofluoric acid, is imme- 
diately converted into red euprous fluoride, which must be collected on a 
filter, quickly washed with alcohol, and then pressed and dried.—Red; 
fuses when heated, appearing black while in the liquid state, but resuming 


its scarlet colour on cooling.—In the dry state, it is permanent in the air, 


a 
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but when moist, it is converted first into a yellow mixture of cupric 
fluoride and hydrated cuprous oxide: 


2CwF +O = 2CuF +Cw0, 
and afterwards into green cupric oxyfluoride: 
2CuF + Cu?0+0 = 2(CuF + CuO), 


Insoluble both in water and in excess of hydrofluoric acid, but soluble in 
strong hydrochloric acid. In the latter it forms a black solution, from 
which it is precipitated by water in the form of a powder, which is white 
at first but afterwards becomes rose-coloured. (Berzelius, Pogg. 1, 28.) 


B. PRoTOoFLUORIDE oF CoppER, and Monosastc HyprorivatEe oF 
Curric OxipE.—Formed by dissolving cupric oxide or its carbonate in 
excess of aqueous hydrofluoric acid (metallic copper is not sensibly dis- 
solved by the acid) and evaporating the resulting blue solution. As the 
excess of acid goes off, small, light blue crystals separate from the liquid. 
(Scheele; Gay-Lussac & Thénard; Berzelius.) If the quantity of cupric 
carbonate is sufficient to neutralize the greater part of the acid, the 
compound separates out during the digestion; with a still larger quantity 
of carbonate, the basic compound C is formed, (Berzelius.) The crystals, 
which are but sparingly soluble in cold water, are decomposed by hot 
water, yielding an acid solution and the insoluble basic compound C. The 


~ erystals heated with oil of vitriol, yield 116 per cent. of cupric sulphate, 


and, when ignited with excess of lead-oxide, give off 26°3 per cent. of 
water. (Berzelius.)—Protofluoride of copper combines with the fluorides 
of the alkali-metals, forming black compounds. (Berzelius; comp. Unver- 
dorben, WV. Zr. 9, 1, 34.) 


Crystallized. Berzelius. 
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C. Hypratep Cupric OxyFivuorips, or Brsasic HyDROFLUATE OF 
Curric OxrpeE.—1. Formed by digesting aqueous hydrofluoric acid with 
excess of cupric carbonate.—2. By decomposing B with boiling water.— 
Pale green powder insoluble in water. (Berzelius.) 


Berzelius. Or: 
Oe Ziti ceva 50°7 50°85 2CuQ.,.05008 80°0 80°24 
b+ ee 40°0 40°12 HF 19°7 19°76 
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D. BorornuortDe oF Copper. — Cul’, BF*,— By precipitating the 
baryta-salt with blue vitriol. The filtrate, when evaporated to the con- 
sistence of a syrup, solidifies on cooling, and formsa blue mass of needles 
which quickly become moist on exposure to the air. (Berzelius.) - 
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— CoprER AND Nirnocen. , 


A. NITRIDE OF. Gustine With very great excess of Dich — 


Copper wire ignited in a porcelain tube through which a stream of ammo- 
“niacal gas is passed, neither increases nor diminishes in weight, but 
becomes very priv een yellow or yellowish-white. (Thénard.) It 
increases from 54, to 54+, in absolute weight, and its density decreases in 
the former case to 8°866, in the latter to 7°792. When the brittle copper 


thus obtained is fused in a retort, it gives off no gas, but a yellowish-— 


brown substance makes its appearance between it and the retort. (Savart, 
Ann. Chim. Phys. 37, 326.)—-The specific gravity of the copper sinks to 


5°5; and the metal becomes more laminar and more porous, acquires a 


crystalline aspect, and assumes various tints of grey, yellow, greenish, 


orange, rose-red or purple-red. Nevertheless it contains but little foreign - 
matter; but it probably takes up, during the process, a large quantity of 


nitrogen, which it afterwards gives off, so that the particles of the copper 
are left with considerable intervals between them. (Despretz, Ann. Chim. 


Phys, 42, 122.)—When dry ammoniacal gas is passed over red-hot copper | 


wire, and then through water to absorb that which remains. undecomposed, 
the remaining gaseous mixture is found to contain in 100 parts, not 
75 vol. hydrogen and 25 vol. nitrogen, as should be produced by the 
decomposition of ammoniacal gas, but 86 vol. hydrogen to 14 vol. 
nitrogen; consequently part of the nitrogen must have been taken up by 
the copper. (Pfaff, Pogg. 42, 164.)—When dry ammoniacal gas is passed 
over finely divided copper (reduced from the protoxide by hydrogen at 
the lowest temperature possible) heated just to the point at which decom- 
position takes place, the resulting gaseous mixture contains 14°1 pts. 


nitrogen to 3 pts. hydrogen (no deficiency ‘of nitrogen, therefore, but — 


rather an excess, amounting to 0°] pt. and probably arising from admixed 
air). Copper fused in ammoniacal gas retains its properties even for a 
considerable time. (Schrétter, Ann. Pharm. 87, 181; 3 comp. Kastner, 
Kastn. Arch. 12, 455.) 


b.. Somewhat richer in Nitr ogen Bas a. process mae to that adopted — 


in the préparation of nitride of zinc (p. 83), the sal-ammoniac being kept 
constantly in excess to prevent the deposition of metallic copper—a blue 
colour is produced in the liquid, and nitride of copper collects at the 


negative pole in the form of a chocolate-coloured aggregation, which, when - 
washed and dried, exhibits a density of 5-9. Ten grains of this substance | 
give off 0 214 cub. in. nitrogen gas when heated, and leave a residue of. 
red metallic copper. (Grove, Phil. Mag. J. 19, 100; also Pogg. 54, ‘101. y, 

c. Cu’N.—When protoxide of copper (obtai ned. by precipitating blue ~ 


vitriol at a boiling heat: with caustic potash) is heated to 250° in a glass 


tube immersed in a bath of linseed oil, and subjected to the action of dry - 
ammoniacal gas, it is converted into a green powder, with rise of tem-- 


perature, evolution of nitrogen gas, and formation of water. At too high 
a temperature, metallic copper is obtained instead of the green powder. 


Cupric oxide obtained by igniting the nitrate, requires a high temperature 
to convert it into nitride, and the product is mixed with a considerable 


quantity of undecomposed oxide. If the hydrate or carbonate of cupric 


oxide be used, the heat at first must not exceed 180°, but when the | 


formation of water ceases, it may be raised to the boiling point of linseed 
oil. If the temperature be raised at once to 250°, the heat developed by 
the action of the ammonia increases it to such a point, that the nitride 


a 


a Bal 
———— 
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and. protoxide of copper are converted into a mixture of metallic copper 
and dioxide, with evolution of water, nitrogen gas, and nitric oxide.—- 
_ The stream of gas having been kept up for 8 hours, and no more water 
_ being formed, the green powder is shaken up, again treated with ammo- 

‘niacal gas for three hours, then again shaken up, once more exposed to 
ammoniacal gas, having meanwhile been triturated in a mortar, &c. To. 
produce 20 grammes of nitride of copper, the passage of the gas must be 
continued for 120 hours. (Schrétter.)— To free the resulting green 
powder from adhering cuprous oxide, it must be repeatedly digested with 
a mixture of caustic ammonia and carbonate of ammonia, and afterwards 
washed and dried; the colour of the powder then changes from olive- 
green to dark grey. (Berzelius, Jahresber. 21, 88.) 

Soft, greenish-black powder (Schrétter); dark grey (Berzelius). 


Schrotter. ; 
- ~~, soet a Rs . 

a ey ars b. ott eS d. 
* SCOR BOR x10 93°27 Baie) GOOG + 90965 3" a BS 485 "ees 7G 
Mer Pires. 3 Fe oie Gers P04 ee 2 6:)Ge 6 3 260516., eas eee 

(5) eee mer tr eed Se NES ss. 0636) oy te gO boo 

CuO | 9°415 
CuSN 206 .....100°0 OSS FE ee SELF O Sel TOO 000k. v0 100°00 


a is the mean of several analyses; the deficiency must be regarded as 
oxygen which remained with the nitride of copper in the form of cupric 
oxide. The hydrogen was probably in the state of. ammonia, which 
-- seems to adhere to the compound very tenaciously; for, when the nitride 
of copper is exposed to a temperature near its decomposing point, and 
- carbonic acid gas afterwards passed over it, ammonia is still evolved from 
-it,—-6 is therefore the analysis: a@ with the hydrogen estimated as 
ammonia. (Schrotter.) If the deficiency (= 1°883) be regarded as 
oxygen and estimated as protoxide of copper, we get the calculation c; 
and finally, if the ammonia and cupric oxide be disregarded as unessential, 
the remainder gives the per-centage composition of pure nitride of copper 
asind. (Gm.) aaa 
- The formation of the nitride of copper takes place as shown in the 
following equation :— 


6CuO0 + 2NH? = CwW!N+6HO+N. 


Hence, 240 pts. (6 At.) of cupric oxide should yield 206 pts. (1 At.) 
nitride of copper, 54 pts. (6 At.) water, and 14 pts. (1 At.) nitrogen. 
- According to the mean of three experiments, 240 parts of cupric oxide © 

yield 216°65 nitride of copper, 87:08 water, and 12°04 nitrogen gas. 
The difference between these and the theoretical numbers arises perhaps 


~~ from part of the cupric oxide remaining undecomposed. (Schrotter.) 


. Nitride of copper heated in the air to about 300°, is resolved into 
nitrogen gas and metallic copper, the decomposition being attended’ with: 
a bright red glow. In oxygen gas, the decomposition takes place at a 
lower temperature; in carbonic acid or nitrogen gas, a temperature above 

800° is necessary. If the nitride of copper is contaminated with cupric 
oxide, the nitrogen evolved is mixed with nitric oxide. Percussion or 
friction does not produce decomposition. (Schrétter.) The - nitride 
purified by ammonia, decomposes at a lower temperature and with slight 
explosion, whereby the greater part of the substance is projected out of 
the tube. (Berzelius.)—Nitride of copper becomes heated in chlorine gas, 
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with formation of protochloride of copper and evolution of nitrogen, and 
in hydrochloric acid gas, with formation of protochloride of copper and 
sal-ammoniac. [The hydrochloric acid gas may perhaps form dichloride of 
copper: CuSN + 4HCl=3Cu’Cl4+ NH‘Cl.] Nitric acid oxidizes nitride 
of copper with great violence; sulphuric acid rapidly liberates nitrogen 
gas from it, while metallic copper remains behind. Other non-oxidizing 
acids act in the same manner, but more slowly in proportion as they are 
more dilute. (Schrétter, Ann. Pharm. 37, 186.) Dilute acids liberate 
ammonia and form cuprous salts. (Berzelius.) 


B. Nirrire or Cupric Oxipx,:or Cupric Nirrire.—By precipi- 
tating nitrite of lead-oxide with blue vitriol, and filtering, a green liquid 
is obtained, which oxidizes when exposed to the air, especially if it be 
heated, and is converted into cupric nitrate. (Berzelius.) 


C. Nirrate or Cupric Oxips, or Cupric Nirrate.—a. Zerbasic.— 
Formed by heating } to a certain temperature and removing the unde- 
composed portion by water. (Proust.)—-2. By decomposing the aqueous 
solution of 6 with a small quantity of alkali, or of hydrated cupric oxide 
or cupric. carbonate, or by boiling it with metallic copper.—Green 
powder. Reduced to black oxide by heat. In contact with red-hot 
charcoal, it gives off nitrous fumes; oil of vitriol poured upon it liberates 
nitric acid. When boiled with potash, it leaves black oxide of copper. 
(Proust.) Sustains the heat of melting lead almost without decomposition; 
at a higher temperature, it gives off nitric acid, hyponitric acid, oxygen 
gas, and water. The water may be expelled without decomposing the 
salt. (Graham, dnn. Pharm. 29, 13.)—Insoluble in water, easily soluble 
in acids, 


Calculation, according to. Graham. ‘Berzelius. Proust. 
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T According to Gladstone (Chem. Soc, Mem. 3, 480), the composition of 
this salt is 4CuO,NO*°+8Aq. The same formula is assigned to it by 
Gerhardt. Ktihn (Arch. Pharm. 2nd ser. 50, 283) has obtained the same 
result with the salt produced by partial precipitation of the neutral salt 
with ammonia, 7 


6. Monobasic.—Formed by dissolving metallic copper, cupric oxide, or 
its hydrate or carbonate, in nitric acid. The salt cannot exist with less 
than 3 atoms of water. Hence, on treating cupric oxide with the strong- 
est nitric acid, and pouring off the excess, there remains a green powder 
chiefly consisting of terbasic salt, and therefore insoluble in water. But 
if the specific gravity of the acid does not exceed 1°42, nothing but the 
normal salt is produced.—The blue solution deposits the salt in blue 
erystals, which have a caustic metallic taste, and cauterize the skin. 
When formed at a moderately high temperature, they are prismatic and 
contain 3 atoms of water; but if produced at very low temperatures, they 
are tubular, and contain 6 atoms of water. The latter effloresce in 
vacuo over oil of vitriol, giving off half their water. (Graham, Ann. 
Pharm. 29, 18.) The tabular crystals fuse at 38°, giving off water 
and acid, and passing first into salt a, and afterwards into black 
exide, the latter amounting to 27 per cent. (Proust.) A temperature 
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of. 65° is sufficient to convert the monobasic into the terbasic salt. 
(Graham.) | 


3(CuO, NO* + 3Aq.) = 3Cu0, NO® + Aq. + 2(NO®, 4Aq.) 


The crystals detonate slightly on red-hot coals, more strongly with phos- 
phorus under the hammer. (Brugnatelli.) When the powder of these 
crystals is wrapped up in tinfoil, it fuses and is decomposed, with a rise 
of temperature sometimes sufficient to cause emission of sparks. (Higgins, 
Crell. Chem. J.1,171.) Paper saturated with the solution and dried, takes 
fire much below a red heat. When the solution of this salt is mixed 
with nitrate of ammonia and evaporated, decomposition takes place at a 
certain degree of concentration, attended with violent detonation.— 
Dissolves readily in water, and deliquesces in the air; likewise soluble in 
moderately strong nitric acid; but, according to Mitscherlich (Pogg. 
18, 159), it is precipitated from its concentrated aqueous solution in the 
form of a crystalline powder, by nitric acid of specific gravity 1°522. 


Calculation, according to Graham. 


Ter-hydrated. Sex-hydrated. Proust. 
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D. Cuprovus OxipDE wita AmMmoni4.—Formed by inclosing in a 
stoppered vessel (1) copper-filmgs with aqueous ammonia and atmos- 
pheric air; (2) copper-filings with the compound of cupric oxide and. 
ammonia; (3) cuprous oxide or hydrated cupric oxide with aqueous 
ammonia.—Colourless liquid, which gradually turns blue on exposure to 
the air, the colour proceeding from top to bottom. (Bergmann, Opuse, 
3, 389; Proust.) 


EK. Cupric OxipE wirn AmmoniA.—Formed by exposing the preced- 
ing solution to the air; or by bringing copper-filings in contact with 
aqueous ammonia and a sufficient quantity of air; or cupric oxide, either 
anhydrous or hydrated, with aqueous ammonia. If all acids, even car- 
bonie acid, be excluded, the ammonia, according to Berzelius, appears to 
dissolve scarcely a trace of the anhydrous oxide; but on adding a drop of 
the solution of an ammoniacal salt, the oxide is abundantly dissolved. 
(Comp. Wittstein, Repert. 57, 32.)—Dark azure-blue liquid. Phosphorus 
decolorizes it, by forming the compound of cuprous oxide and ammonia, 
and ultimately precipitates the copper in the metallic state; zinc and 
cobalt likewise precipitate the copper. Iron reduces the copper imper- 
fectly; arsenic, tin, and cadmium reduce it sparingly, and lead exhibits 
but mere traces of reduction. (Fischer, Pogg. 8, 492.) Iron exerts no 
action on the pure solution, but slowly precipitates metallic copper from. 
the solution mixed with sal-ammoniac, common salt, nitre, or sulphate of 
potash, nodules composed of copper and ferrous hydrate forming on its” 
surface at isolated points, and extending till the liquid is decolorized.. A 
large excess of ammonia prevents this precipitation, especially if the 
solution be mixed with nitrate or sulphate of potash. (Wetzlar, Schw. 
50, 101.)—Sulphurous acid adde@ to the solution of cupric oxide m 
ammonia, throws down nearly all the copper in the form of red-brown 
cuprous oxide, containing small portions of sulphurous acid [and am-_ 


- monia?]. (A. Vogel.) The liquid, when dilnted with a large quantity of 
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water, deposits the cuprit oxide -in the form of hydrate. - Potash—of 
which a larger quantity is required in proportion as the ammonia is in 
greater excess—likewise precipitates the cupric oxide, at least after a 
while, in the form of hydrate [containing potash ?] the precipitation, 
according to Berzelius, being complete; on boiling the liquid, black oxide 
of copper is immediately precipitated. | 

When ammonia, not in excess, is added to cupric salts, the precipitate 
usually consists of a basic salt free from ammonia; Kane, however, on 
One occasion, by precipitating a solution of cupric chloride with ammonia, 
obtained a blue precipitate resembling hydrated cupric oxide, which was 
easy to wash, and did not lose ammonia during the washing. This pre- 
eipitate underwent no change at 149°; but at a somewhat higher tem- 
perature, it was decomposed with a slight hissing noise, yielding nitrogen 
gas, ammonia, a large quantity of water, and a red mixture of copper and 
cuprous oxide. It was found to be free from chlorine. 


, Kane. 
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F’, Carponate or Cupric Oxipr anp AMMonrIA.—Cuprico-ammonte 
Carbonate.—By dissolving copper-filings (with excess of air), anhydrous 
or hydrated cupric oxide, or cupric carbonate, in aqueous sesquicarbonate 
or bicarbonate of ammonia.—100 parts of bicarbonate of ammonia dis- 
solved in 1440 parts of water, take up in the course of 24 hours, 2°38 parts 
of anhydrous cupric oxide, or 17°03 of the hydrate. (Bischof, Schw. 
64, 72.)—The solution has an azure-blue colour, somewhat paler than 
that of cupric oxide in caustic ammonia. When heated, it gives off 
carbonate of ammonia, boiling up suddenly and violently, and depositing 
nearly all the copper in dingy bluish-green crusts which contain ammonia 
(Bucholz, Beitr. 1, 92); it first deposits dingy green carbonate, and then 
brown oxide. (Bischof.) The solution, when slowly evaporated, yields 
no crystals but a green crust. (Bucholz.) Potash boiled with it, throws 
down black oxide of copper. (H. Rose.) 


G. Boride of Nitrogen and Copper ?—By proceeding with boracic 
acid and copper in a manner similar to that described for the preparation 
of boride of nitrogen and potassium (III. 70), a substance is obtained 
which gives off ammonia when treated with hydrate of potash. (Balmain.) 


H. Cupro-uyposuLpHate or AMMonta.—Formed by supersaturating 

_ a somewhat dilute solution of cupric hydrophosphate with ammonia till 

the precipitate disappears. This liquid soon yields azure-blue, rectangular 

tables, containing 2 At. ammonia, 1 At. cupric oxide, and 1 At. acid; 

they are permanent in the air, and dissolye but sparingly in water, 
especially if it be cold. (Heeren.) 


I, AmMonto-subpHaTE or Cupric Oxipr.—Anhydrous cupric sul- 
phate rapidly absorbs 53°97 per cent. of dry ammoniacal gas, with great 
rise of temperature and tumefaction; the product is a blue powder. This 
compound fuses at a moderate red heat, a large quantity of ammonia 
being given off, a little water and sulphite of ammonia formed, and a 
brown mixture left behind consisting of cupric sulphate and metallic 


= 
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copper. It dissolves completely in water, forming an azure-blue solution. 
(H. Rose, Pogg. 20, 150.) 


H. Rose 
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K. Cupro-sunpyate or AmMonta.—Cuprum ammoniacale, Kupfer- 
salmiak.—Formed by supersaturating blue vitriol, either pounded or dis- 
solved in a small quantity of water, with ammonia, till the precipitate is 
completely redissolved.—Crystallizes on evaporation—or better, on 
carefully covering the solution with alcohol, or exposing it a low tem- 
perature—in dark azure-blue, transparent crystals, having somewhat the 
form of Fig. 65, but very long and thin. When the ammoniacal solution 
is agitated with alcohol, the salt is precipitated in the form of a blue 
crystalline powder.—It must be quickly dried between bibulougs paper, 
and kept in well-closed vessels : 


Crystallized. Berzelius. Brandes. 
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When exposed to the air, it gives off ammonia, first becoming light 
blue and opaque, and afterwards changing to a green powder, which, 
according to Kihn, is a mixture of sulphate of ammonia and quadrobasic. 
sulphate of cupric oxide.—When heated for some time to a temperature ' 
not exceeding 149°, it gives off 1 atom of ammonia and 1 atom of water, 
and is converted into an apple-green powder, amounting to 98°4 p. ¢. of 
the original salt, and composed of NH3,Cu0,SO*. The latter, when very 
gradually heated to 205°, still gives off ¢ At. ammonia, leaving a residue 
of NH?,2Cu0,SO%, and this, when gradually heated to 260°, gives off the 
last half atom of ammonia and leaves 65:1 per cent. of monosulphate of 
cupric oxide. Cuprosulphate of ammonia, when suddenly heated, gives 
off sulphate (sulphite: Berzelius) of ammonia as well as free ammonia, 
and leaves a residue of cuprous oxide, together with cupric sulphite. 
(Kane, dnn. Chim. Phys. 72, 265.)—Dissolves in 1g pt. cold water. 
The aqueous solution, when exposed to the air, deposits quadrobasic sul- 
phate of cupric oxide, which, if the liquid be warmed for some time in 
the air, partly redissolves, with evolution of ammonia, so that the liquid 
afterwards contains monobasic sulphate of cupric oxide together with 
sulphate of ammonia. (Kiihn, Schw. 60, 343.) Quadrobasic sulphate of 
cupric oxide is likewise precipitated when the aqueous solution is largely 
diluted with water.—Zince quickly precipitates metallic copper from the 
solution; cadmium and lead decompose it but slowly; arsenic decomposes 
it completely, with formation of cupric arsenite; bismuth, antimony, tin, 
and iron have no effect upon it. (Fischer, Pogg. 8, 492.) 


L. Brpasic SULPHATE oF Cupric OXIDE AND Ammonia.—The residue 
left when cuprosulphate of ammonia is gradually heated to 149°. Apple- 
green powder. When exposed to the air, it gradually absorbs water and 
turns blue; if moistened with a small quantity, it becomes very hot and 
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changes to blue immediately; if it be then dried at 27°, one hundred 
parts of the powder will be found to have absorbed 27'8 parts (3 At.) of 


water, But an excess of water decomposes the powder into sulphate of _ 


ammonia, cuprosulphate of ammonia, and a precipitate of quadrobasic 
sulphate of cupric oxide. (Kane.) 


5(NH3, CuO, SO*) = 3(NH3, SO) + 2NH3, Cu0, 803 + 4Cu0, SO* 


Anhydrous. Hydrated. 
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CWO oslo 40. uu 41°24 CaO: ccsisscseee 40 xa 82°26 
BOP \rcsncoracntceotscse? + AQ) ane 41°24 SO® sssncsentun 40, eth 2). Ota 
BHO weve 27 21°78 
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M. Sesquipastc SuLPHATE oF CupRIC OXIDE AND AMMONIA.— 
NH?,2Cu0,280%, or NH*,Cu0,S0? + Cu0,SO*.—The residue obtamed by 
gently “heating anhydrous cupric sulphate saturated with ammonia 
(Graham), or by gradually heating the cuprosulphate of ammonia to a 
temperature not above 205°. (Kane.) 


N. Monosasic Suntpuate oF Cupric OxipE AND AMMONIA.— 
Cuprico-ammonic Sulphate—Formed by mixing cupric sulphate with 
sulphate of ammonia, and leaving the solution to crystallize. A mixture 
of the.concentrated solutions of sal-ammonfac and blue vitriol in equal 
volumes, likewise deposits crystals of the double sulphate, while the 
corresponding double chloride remains in solution. (A. Vogel.)—Light 
blue crystals easily soluble in water (Berzelius); of the form of sulphate 
of magnesia and ammonia. (Mitscherlich; comp. Miller, Pogg. 36, 477.) 
‘Sp. gr. 1°757. (Kopp.)—The erystals effloresce in warm dry air, fuse and 
turn green when heated, evolving water and sulphate of ammonia. They 
dissolve in 14 times their weight of boiling water, and separate out for 
the most part as the liquid cools. (A. Vogel, J. pr. Chem. 2, 194.) — 


Crystallized.—Calculation, according to Berzelius. 
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0. AmMonto-piniopipe oF Coprrr.—1. One hundred parts of 
cuprous iodide absorb 19-728 parts of ammonia, the combination being 
attended with evolution of heat ; but at a higher temperature, the whole 
of the ammonia is given off again. (Rammelsberg.)—2. Plates of copper 
are inclosed in a bottle, together with a cupric salt strongly supersaturated 
with ammonia—the liquid frequently shaken: till it loses its colour—and 
then poured into a bottle containing aqueous iodide of potassium, which 
must be afterwards closed. The compound of cuprous oxide and ammonia 
then separates, partly in colourless, shining prisms, partly as a white, 
crystalline meal. Neither of these can be dried without decomposition,. 
inasmuch as they turn green and give off ammonia when exposed to the 
air. The colourless liquid from which the compound has separated, turns 
blue in the air, from formation of the ammonia-compound of cupric iodide. 
(Levol, V. J. Pharm. 4, 328.) 
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P. Cupric lopipn wirm Ammonta.—1. Formed by saturating warm 
aqueous ammonia with sulphate or acetate of cupric oxide, and adding 
thereto a saturated solution of iodide of potassium in excess. The com- 
pound is deposited, both at high and at low temperatures, in the form of 
a crystalline meal. The liquid filtered from this salt loses its colour after 
standing for some time, depositing crystals of the same compound, and 
likewise of crystallized iodide of potassium. The blue crystalline powder 
dissolyed in warm ammonia yields, on cooling, finer crystals, which, after 
the mother-liquid has been drained from them, must be dried between 
folds of paper, and preserved in a well-stoppered bottle. (Berthemot, 
J. Pharm. 15, 445; also V. Tr..21, 2, 258).—2. Aqueous ammonia does 
not dissolve any sensible quantity of cuprous iodide, when placed’in con- 
tact with it in a close vessel; but if the air be admitted, the liquid 
gradually assumes a blue colour from top to bottom, and on subsequent 
boiling, dissolves the whole of the cuprous iodide, forming a blue solution. 
The cuprous iodide is decomposed by the oxygen of the air, yielding 
cupric iodide and cupric oxide: Cu’°1+O=Cul+Cu0. It is only when 
the ammonia is very concentrated, and when it is heated before it has 
absorbed from the air a quantity of carbonic acid sufficient to enable it 
to dissolve the copper, that brown cupric oxide is deposited from the 
solution on the application of heat. As the blue liquid cools, there are 
first formed a few colourless crystals of ammonio-diniodide of copper, and 
then the dark blue crystals of the ammonio-protiodide, which increase on 
the addition of alcohol. (Rammelsberg, Pogg. 48, 162.) Dark blue 
- tetrahedrons (Berzelius); prisms (Rammelsberg). 


Crystallized. Rammelsberg. 
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As the compound had not been properly dried, its analysis gave too large a quantity 
of water. (Rammelsberg.) It may also be regarded as NH*,CuO + NH%,HI. 


When heated, it becomes blackish, gives off ammonia, afterwards 
vapour of iodine, and leaves a whitish powder consisting of cuprous 
iodide. (Berthemot.) It first gives off ammonia and water, and assumes 
a green colour, then yields hydriodate of ammonia, and leaves a residue 
which detonates at a higher,temperature and fuses into a brown-red mass 
of cuprons iodide. (Rammelsberg.) Decomposes quickly in the air, giving 
off ammonia, and assuming a brown-black colour (Berthemot) ; green, 
according to Rammelsberg. Water decomposes the crystals, separating 
green flakes of the compound next to be described, and forms a blue 
solution, which contains part of the blue compound in its unaltered 
state. This solution is rendered turbid by a larger addition of water, and 
when treated with nitric acid, gives off iodine and yields a precipitate of 
cuprous iodate. (Rammelsberg.) Cold water dissolves a small quantity - 


of the compound, forming a blue liquid, which gradually ign ammo- 
G 
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niacal odour and deposits a green powder. Boiling water immediately 
produces the green powder. Acids added to the blue solution throw 


down cuprous iodide, while iodine remains in solution. Cold alcohol or 


ether exerts no action upon it ; boiling alcohol becomes brown by acting 
on the compound, and gradually imparts a green colour to the residue. 
(Berthemot.) s 

The green flakes, when heated, give off much water and a little 
_ ammonia, then yield a sublimate of hydriodate of ammonia, and leave a 
brown-red residue containing cuprous iodide. (Rammelsberg.). 


Q. Cupro-ropate or Ammonita.—The saturated solution of cupric 
iodate in hot aqueous ammonia yields azure-blue crystals on cooling; 
alcohol added to the mother-liquid throws down an additional quantity 
— of the double salt, in the form of a crystalline powder. When heated, it 
gives off ammonia, iodine, oxygen gas, and water. With water it forms 
a blue liquid, a light blue powder being separated, which, even after long 
washing, still contains a considerable quantity of iodic acid. (Rammels- 
berg, Pogg. 44, 569.) 


R. AMMONIO-DIBROMIDE OF CoprER.—The solution of dibromide of 
copper in ammonia yields crystals. (Berthemot.) 


S. AMMONIO-PROTOBROMIDE OF CoppER.—a.  5NH°*,2CuBr.—Anhy- 
drous protobromide of copper introduced into ammoniacal gas becomes 
heated, swells up, and crumbles to a bulky blue powder. This com- 
pound, when heated, gives off ammonia and a small quantity of hydro- 
bromate of ammonia, and leaves a mixture of protobromide and protoxide 
of copper. It dissolves completely in a small quantity of water, forming 
a deep blue solution ; but this liquid, when diluted, becomes turbid and 
deposits hydrated cupric oxide, which turns black when the liquid is 
heated. (Rammelsberg.) 

b. 3NH*,2CuBr.—Alcohol added to a concentrated solution of cupric 
bromide supersaturated with ammonia, throws down dark green erystals. 
These crystals, when treated with water or when heated, behave like 
the compound a. (Rammelsberg, Pogg. 55, 246.) 


Rammelsberg. 
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T. Cupro-BROoMATE oF AMMontIA.—Precipitated in the form of dark. 


blue needles and a crystalline powder, on the addition of alcohol to a 
solution of cupric bromate in aqueous ammonia. When heated, it is 
decomposed, with a fiery explosion, yielding nitrogen gas, bromine, 


-ammonia, and water, whereby the greater part of the oxide and bromide > 


of copper is mechanically carried off. Turns green when exposed to the 
air. Dissolves completely in a small quantity of water, forming a blue 
liquid; and on adding a larger quantity of water, a bluish-green substance 
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is precipitated, which, after a little washing, exhibits the characters of 


pure hydrated cupric oxide; ammonia and bromate of ammonia remain 


dissolved in the water. (Rammelsberg, 52, 92.) 


PE 3 . Crystallized. Rammelsberg. 
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U. AMMOoNIO-DICHLORIDE OF CoppER.—Dichloride of copper forms a 
colourless solution with aqueous ammonia. Protosulphide of phosphorus 
forms therewith a red-brown precipitate (Berzelius), and potash throws 
down from it the hydrated dioxide, provided the ammonia is not in too 


great excess. (H. Rose.) 


V. DicuLtoripE oF CopPpER AND AMMONIUM. — Cuproso-ammonic 
Chloride.—The solution of cuprous chloride in strong hydrochloric acid, 
mixed with small quantities of ammonia, deposits transparent crystals, 


which appear to be cubes. (Gm.)—2. By the electrolytic method (I, 400, 


401), the compound is obtained, sometimes in octohedrons, which are 
transparent and colourless at first but afterwards assume an amethyst- 
red tint—sometimes in six-sided prisms—sometimes in crystals of a dif- 
ferent form, which are first colourless and afterwards yellow, and from 
which water extracts the sal-ammoniac. A similar compound is likewise 
formed when a solution of sal-ammoniac in which copper is immersed, is 


exposed to the air. (Becquerel.) 


~ W. AMMONIO-PROTOCHLORIDE OF CoprEeR.—a. With 3 At. Ammonia. 
38NH*,CuCl.—Protochloride of copper rapidly absorbs ammoniacal gas 
and swells up to a blue powder. (Faraday.) The absorption is very 
rapid at first, then becomes continually slower, and the whole quantity 


of ammonia absorbed amounts to 73°7 per cent. (H. Rose, Pogg. 20, 155.) 


The compound fuses when heated, and gives off its ammonia. (Faraday.) 
On the application of heat, it first turns green and gives off ammonia, and 
then fuses, yielding a sublimate of sal-ammoniac and a residue of dichlo- 
ride of copper. (H. Rose.) At 149°, it gives off only 2 At. ammonia, so 
that the residue consists of NH%,CuCl. (Kane.) The compound, when 


exposed to the air, turns green and gives off ammonia. (H. Rose.) It 


dissolves completely in water, forming a blue solution. (Faraday, 


H. Rose.) 

. H. Rose 
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Cadmium immersed in the blue solution of cupric chloride in excess of 


aqueous ammonia, reduces the copper completely, but throws down at 


the same time a small quantity of basic salt ; iron reduces only a part of — 
the copper ; lead, a little ; antimony, bismuth, and tin, none. (Fischer.) 
Protosulphide of phosphorus added to the solution throws down a black- 
brown precipitate. (Berzelius.) 

b. With 2 At. Ammonia.—2N H?,CuCl + HO, or NH?,Cu0 + NH?,HCI. 
When ammoniacal gas is passed through a hot saturated solution of cupric 
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chloride in water, till the precipitate which forms at first is completely re- 
dissolved, during which process the liquid is kept almost boiling by the 
heat developed by the absorption of the gas, the resulting solution 
yields, on cooling, small, dark blue octohedrons, and square prisms with 
four-sided summits. -These crystals must be quickly dried between bibu- 
lous paper at the ordinary temperature of the air, and ina place where 
they will not be exposed to acid furnes; but even when that precaution is 
taken, they are very apt to turn green on the surface from loss of 
ammonia. At a temperature not above 149°, they give off all their 
water and half their ammonia, leaving 76°3 per cent. of the following 
compound, NH*,CuCl, which undergoes further decomposition at a higher. 
temperature. (Kane, Ann. Chim. Phys. 72, 273.) : 


Crystallized. Kane. 
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c. With 1 At. Ammonia.—NH,CuCl.—1. The residue left on heating 
a or 6 to 149°. (Kane.)—2. Formed by saturating chloride of copper at a 
high temperature with ammoniacal gas. (Graham.) Green powder. 
When heated somewhat strongly, it gives off nitrogen, ammonia, and sal- 
ammoniac, and leaves dichloride of copper : 


6(NH3, CuCl) = 3Cu2Cl + 3(NH3, HCl) +2NH3+N. 


It is decomposed by water, yielding sal-ammoniac and the compound 8, 
which dissolve, together with a bluish-green residue of cupric oxychloride, 
CuCl,4CuO (p. 442), (Kane.) , 


6(NH3, CuCl) +4HO = 4(NH3, HCl) + 2NH3, CuCl + CuCl, 4Cu0. 
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The anhydrous compound, CuCl,2Cu0 absorbs from 10°4 to 11:1 per cent; 
of ammonia, becoming slightly heated, but retaining its brown colour : it 
is thereby converted into NH*?+CuCl,2CuO. (Kane.) 


X. PROTOCHLORIDE OF COPPER AND AMMONIUM. — Cuprico-ammonic 
Chloride. a. NH*Cl,CuCl4+ 2Aq.—1. Formed by mixing the concentrated 
aqueous solutions of equal equivalents of sal-ammoniac and protochloride of 
copper, and cooling the mixture to the crystallizing point. 58:4 parts of 
sal-ammoniac and 67°4 pts. anhydrous chloride of copper, or 85:4 pts. of the 
crystallized chloride, is the proportion required. (Mitscherlich, J. pr. Chem. 
19, 449; Graham, Ann. Pharm. 29, 32.)—2. Concentrated solutions of blue 
vitriol and sal-ammoniac, mixed in equal volumes and then evaporated and 
cooled, first yield crystals of the double sulphate and afterwards of the 
double chloride. (A. Vogel, J. pr. Chem. 2, 194.)—3. Aqueous proto- 
chloride of copper is supersaturated with ammonia, and the filtered liquid 
concentrated by evaporation and slowly cooled to the crystallizing point. 
(Cap & O. Henry, J. Pharm, 23, 617; also J. pr. Chem. 18,184.) The 
solution acquires a bluish-green colour during the evaporation, and deposits 
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bluish flakes. (Kane.) As the excess of ammonia is driven off by evapo- 
ration, protochloride of copper and ammonium, together with the ammonia- 
compound of cupric oxide, appears to form in the solution; and the latter 
seems to be, for the most part, decomposed by the heat into ammonia 
which escapes, and a basic salt which is precipitated : 


2CuCl + 2NH? + HO = (NH3, HCl, CuCl) + NH3, CuO. 


Cupric oxide, either anhydrous or anhydrated, and likewise the carbonate? 
dissolve with facility in aqueous sal-ammoniac, forming a blue solution 
(Brett), which gives off ammonia on boiling (L. Thompson); in this case 


. also the same compound is probably formed. 


Square-based octohedrons. (Mitscherlich.) Blue or sometimes greenish- 
blue octohedrons, which yield a light blue powder, and have a disagree- 
able coppery taste. (Cap & Henry.) Siskin-green crystals, permanent in 
the air. (A. Vogel.) 


Crystallized. Cap & Henry. 
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The calculation is made according to the statements of Graham and 
Mitscherlich, which agree; the analysis by Cap & Henry corresponds to 
the formula, NH*,HCl+CuCl-+ Aq. 

The salt retains its 2 atoms of water with great tenacity, and cannot 
be completely dried without volatilization of sal-ammoniac. (Graham.) 
When heated, it gives off water and turns greenish, but recovers its blue 
colour on being moistened with water. At a higher temperature, it fuses, 
gives off acid vapours, accompanied by sal-ammoniac and a small 
quantity of chloride of copper, and solidifies in a radiated mass on cool- 
ing. (Cap & Henry.) It is less soluble in water than the protochloride 
of copper. (Graham.) It dissolves in water with partial decomposition 
and separation of a green powder, while the solution is acid and greenish. 
In alcohol, especially when hot, it dissolves completely and without 
decomposition. (Cap & Henry.) The aqueous mixture of protochloride of 
copper and sal-ammoniac is green, but acquires a transient yellow colour ~ 
when heated, as do likewise characters traced on paper with it. 

qo.N H‘Cl,2CuCl+4Aq.—By saturating one part of hydrochloric 
acid with ammonia, 2 pts. of the same acid with cupric carbonate, and 
mixing the solutions, this salt is obtained in fine bluish-green crystals, 
isomorphous with the corresponding nickel and cobalt-compounds, and 


soluble in 2 parts of water. 
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(Hautz, Ann. Pharm. 66, 281.) {| - 


Y. Cupro-nrrrate or Ammontra.—l. Formed by saturating. cupric 


q nitrate with ammonia. (Newmann.)—2, By passing ammoniacal gas 
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through a hot saturated solution of cupric nitrate, till the precipitate re- 
dissolves, and leaving the solution to crystallize by cooling. (Kane.)— 
3. When a basin containing aqueous ammonia, and another containing a 
concentrated solution of cupric nitrate, are placed together under a bell- 
jar, a crystalline powder forms in the latter, which, by recrystallization in 
hot water, may be obtained in distinct crystals. (Berthier.)—Blue crystals 
(Newmann), needles intersecting each other (Kane).—Gives off traces 
‘of ammonia when heated, but no water if it has been previously well 
dried. The mass exhibits small specks of black oxide of copper, fuses, 
and at a higher temperature explodes with a violent hissing noise, forming 
a cloud of gaseous matter, and leaving a residue of cupric oxide. (Kane.) 
According to Berzelius, also, the salt exhibits hissing, but not detonating 
explosion; according to Newmann, it leaves, when dissolved in alcohol 
and evaporated to dryness, a residue which detonates like fulminating 
gold when heated. It dissolves easily in water; a small quantity of acid 
throws down trinitrate of cupric oxide. . s 


Crystallized. Kane. 
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NH, Cu0 + NH3,NO*; or, according to Kane, Cu,NH?+NH?’,HO,NO’, 
¢. e. acompound nitrate of ammonia with amide of copper. 


_ § Z. Azopnospuate or Cupric Oxipz.—When cupric sulphate 1s 
added to a slightly acid aqueous solution of chlorophosphide of nitrogen 
decomposed by ammonia and alcohol, and the mixture boiled, a pale blue 
flocenlent copper-salt precipitates. This compound, when heated, swells 
up, becomes black and afterwards lighter in colour, and evolves ammonia, 
vapour of water, and the white sublimate already mentioned (p. 259), as 
produced by the decomposition of the corresponding ferric-salt. It is 
wholly decomposed by a cold solution of potash. 


Gladstone. 
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(Gladstone, Chem. Soc. Qu. J. 8, 147.) F 


CorprPpER AND PorTaAssiuM. 


A. Autoy’ or Copper AND Potasstum.—According to Serullas, 
copper heated to redness with cream of tartar does not become alloyed 
with potassium. According to Karsten, copper thus treated takes up a 
quantity of potassium not exceeding 0°13 per cent., and is thereby ren- 
dered somewhat less ductile when hot. o 


B. Currovs OxipE wit Potasu.—a. Hydrate of potash fused in a 
copper crucible out of contact of air, forms a red mass, from which water 
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separates the greater part of the dioxide in the form of a brick-red 
powder; a small portion, however, goes into the potash solution. — 
6. When cuprous oxide, either anhydrous or hydrated, is treated with 
excess of caustic potash, a small quantity dissolves. . The colourless 
liquid turns brown with sulphuretted hydrogen and deposits sulphide of 
copper. (Chodnew, J. pr. Chem. 28, 217.) 


B. Cupric OxipE with Potasu.—a. Hydrate of potash fuses with 
cupric oxide to a green, transparent liquid; water withdraws the potash 
from this mass, and leaves the cupric oxide undissolved. (Berzelius.) 
One part of cupric oxide heated to commencing redness, dissolves com- 
pletely in 4 or 6 parts of pure hydrate of potash (Potasse a alcohol). 
When the cooled mass is treated with water, oxygen gas escapes, in con- 
sequence of the previous formation of peroxide of potassium, while flakes 
and crystals of cupric oxide free from potash remain undissolved. The 
crystals are formed during the solidification of the mass, for they may be 
recognized before the action of the water; they separate during the pro- 
cess of solidification from their solution in peroxide of potassium (or 
rather in hydrate of potash: Berzelius); the flakes are that portion of 
the cupric oxide which remain in combination with the potash-hydrate 
even when the mass is solidified. When common-hydrate of potash con- 
taining lime is used, scarcely a trace of crystals is produced. Cupric 
oxide ignited for some time with hydrate of potash, is converted into 
cuprous oxide, and on treating the mass with water, the latter is obtained 
in smaller red crystals. (Becquerel, Ann. Chim. Phys. 51,122; also Schw. 
66, 401.)—The compound of cupric oxide and potash is obtained on fusing 
hydrate of potash in a copper crucible, or cuprous oxide and hydrate of 
potash in a silver crucible, the air having access to the mass. The com~ 
pound is dark blue, somewhat green on the surface. The longer the 
fusion is continued, the greater is the quantity of cupric oxide dissolved ; 
the proportion, however, does not exceed | part in 173 to 200 of potash- 
hydrate. The oxide is not completely separated on treating the mass 
with water; a portion passes into the solution, and imparts a blue colour 
to it. (Chodnew, J. pr. Chem. 28,217.) Pei 

6. Strong potash-ley mixed in excess with hydrated cupric oxide or 
any salt of copper, dissolves a portion of the oxide. The blue solution, 
when heated for some time, deposits black oxide of copper, and on 
addition of water, the blue hydrate. (Proust, A. Gehl. 6, 561;—comp. 
Roloff, A. Gehl. 6, 440.)—The blue solution is obtained either by treating 


the fused compound a with water, or by dropping a dilute solution of 


copper into an excess of strong, cold solution of potash, which redissolves 
the precipitate first formed. (If the liquids are hot, a separation of black 
cupric oxide takes place.) In this combination, 385 parts of potash- 
hydrate are required for 1 part of dissolved cupric oxide. The solution 
when once obtained is not rendered turbid either by boiling or by the 
addition of water (contrary to Proust’s statement), but 1s rather made 
clearer by boiling; even the ignited oxide dissolves in caustic potash after 
continued boiling, the solution taking place the more easily as the potash- 
ley is stronger. (Chodnew.) Berzelius suspects that the power possessed 
by the potash to dissolve the cupric oxide may have arisen from the pre- 
sence of organic matter. eee 

c. Potash added to the solution of cupric oxide in ammonia, or to 
carbonate of cupric oxide and ammonia, throws down light-blue flakes of 
hydrated cupric oxide containing potash, from which warm water extracts 
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the whole of the potash. (Berzelius.)—Grouvelle (Ann. Chim. Phys. 
17,856) states that hydrated cupric oxide precipitated from copper-salts 
by excess of potash, contains potash in a state of such intimate combina- 
tion, that it cannot be extracted by water, and is even retained in the 
anhydrous oxide which is formed on boiling the hydrate with water; 
it may, however, be detected by evaporation to dryness, and ignition with 
nitric acid. 

According toa former statement of Berzelius (Schoo. 30, 16...9), cupric 
oxide in excess, ignited with carbonate of potash, drives out 5 of the 
carbonic acid, so that KO,CuO +3KO,CO? is produced; water added to 
the mass dissolves out the 1 atom of potash and the 8 atoms of the car- 
bonate of potash, and leaves cupric oxide.—According to Fellenberg 
(Pogg. 44, 447), carbonate of potash ignited with cupric oxide does not 
give off a trace of carbonic acid. Berzelius (Jahresber. 19, 247) arrived 
at the same result, and attributes the evolution of carbonic acid which he 
observed in his former experiments, to the fact of his having used a 
porcelain retort, the silica of which expelled the carbonic acid from the 
carbonate of potash.—More recently Chodnew (J. pr. Chem. 28, 217) has 
found that carbonic acid is certainly evolved in this reaction, provided 
the heat be strong enough; and according to Dumas & Piria (J. pr. Chem. 
2'7, 832), 1 atom of carbonic acid is expelled from 4 atoms of carbonate 
of potash,—a result agreeing perfectly with the former statement of - 
Berzelius, according to which the quantity of carbonic acid driven off 
does not amount to the half. The subject requires further examination. 


D. CarBonaTe oF Cupric OxipE AnD Potase.—Cuprico-potassic 
OCarbonate.—Aqueous carbonate of potash dissolves carbonate of cupric 
oxide, forming a pale blue solution (Hausmann, Scher. J. 4, 579); from 
the solution in bicarbonate of potash the double salt crystallizes in octo- 
hedrons. (Schw. 9, 9.) Iron immersed in this solution does not preci- 
pitate the copper, unless sal-ammoniac, common salt, nitre, or sulphate of 
potash is present. (Wetzlar, Schw. 50, 103.) . 


E SvuLpHIpE oF CopPper AND Potassium.—a. 5 parts of ignited blue 
vitriol, heated to whiteness in a charcoal crucible with 5 parts of sulphate 
of potash, yield 5°6 parts of a metallic sulphide, which is tumefied and 
black, has an acrid and sulphurous taste, effloresces in the air, and gives 
up its sulphide of potassium to water, while sulphide of copper remains 
in the form of a black powder. (Berthier, Ann. Chim. Phys. 22, 294.)—— 
b. 1 part of liver of sulphur ignited with 6 parts of copper-filings, yields 
a black, semi-fused mass, from which water extracts nothing but sulphate 
of potash. (Vauquelin, Ann. Chim. Phys. 6, 25.)—c. A copper vessel in 
which potash-ley is boiled with sulphur, becomes rapidly corroded. 
(Paschenb. 1781, 28.)—d. Becquerel, by the electrolytic method (I, 401), 
obtained silky needles of [hydrated ?] sulphide of copper and potassium. 

Protosulphide of copper is soluble in aqueous carbonate of potash. 
(Berzelius. ) 


F,. HyposuntpHite oF Cuprovs OxIpE Anp Potasu. — Cuproso- 
potassic Hyposulphite—a. With 1 At. Potash-salt.—Aqueous hyposul- 
phite of potash forms with sulphate or acetate of cupric oxide, a green 
mixture, from which, after a while, the double salt is precipitated in the 
form of a crystalline powder. (Rammelsberg.)—The reduction of the 
cupric to cuprous oxide which here takes place, is accompanied by the 
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formation, not of sulphuric, but probably of tetrathionic acid. (Fordos & 
Gélis, NV. J. Pharm. 4, 3838.) [Perhaps according to the following 
formula] : , 

_ 4(KO, $02) + 2(CuO, SO’) = 2(KO, SO? + KO, Cw20, 28°02) + KO, $108, 


(Compare, on the other side, Lenz, under the head of Hyposulphite of Cupric Oxide 
and Soda.)—The salt quickly turns brown while being dried in the air. It 
blackens when heated, whereupon water extracts from it sulphate of 
potash free from sulphide of potassium. When boiled with water, it 
disintegrates and yields black sulphide of copper, the water taking up 
sulphurous and sulphuric, but no hyposulphurous acid ; 


KO, Cu?0, 280? = 2CuS + KO, 803+ S02. 


With heated potash it is resolved into yellow hydrated cuprous oxide 
and hyposulphite of potash. It dissolves with difficulty in water. (Ram- 
melsberg, Pogg. 56, 321.) 


Crystallized. Rammelsberg. 
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b. With 3 At. Potash-salt.—Precipitated on the addition of alcohol to 
the saturated solution of the salt @ in aqueous hyposulphite of potash, in 
the form of a heavy oil, which soon solidifies to a white mass. Dissolyes 
more easily in water than a; the solution remains undecomposed on 
boiling, but hydrochloric acid liberates sulphurous acid from it, precipi- 
tating sulphur and afterwards sulphide of copper. Chloride of barium 
added to the solution, throws down white flakes of the barytic double salt, 
soluble in hydrochloric acid, Excess of ammonia forms a colourless 
liquid which turns blue in the air. (Rammelsberg.) 


Rammelsberg. 
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G. SunpHitE oF Cuprous OxIpE AND Portasn. — Cuproso-potassic 
Sulphite.—W hen solutions of cupric nitrate and sulphite of potash, not too 
dilute, are mixed in the cold, a yellow precipitate is formed, containing 
85:2 sulphite of cuprous oxide and 14°8 sulphite of potash, which latter 
may be extracted by boiling water. The salt is insoluble in water. 


H. SunpHate or Cupric OxipE AnD Potasu.— Cuprico-potassic 
Sulphate——Formed by dissolving pure or carbonated cupric oxide in 
aqueous bisulphate of potash, or by mixing monosulphate of potash with 
monosulphate of cupric oxide, and leaving the solution to crystallize. 
(F. C. Vogel, Schw. 7, 40.) By heating the crystals, the dry salt is 
obtained in the form of a green, friable mass, which fuses at a red heat, 
giving off a portion of its acid. (F.C.,Vogel.) When cooled after fusion, 
it solidifies in a blue mass, which soon falls to pieces in scales or powder, 
with decrepitation and formation of cracks, (Graham, Phil. Mag. J. 4, 418; 


Bottger, Pogg. 50, 43.) | 
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From the aqueous solution, the salt separates in combination with 6 
atoms of crystallization-water, forming pale blue crystals, isomorphous 
with those of sulphate of magnesia and ammonia (Mitscherlich), and of 
specific gravity 2°137. (Kopp.) Jig. 84, ¢: uw! or w=104° 305 ties 
154° 20'; 4: f=116° 20; w' : w=107° 35’; w :t=126° 12’, (Brooke, Ann. 
Phil. 23, 118.)-—The crystals heated to 100° in the air, give off 11°27 p.c¢. 
(2 At.) of water. (Graham.) They are easily soluble in water. 
(F. C. Vogel.) 


Anhydrous. 
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Crystallized. F. C. Vogel. Graham. 
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The aqueous solution when boiled, deposits a light green crystalline 
powder, consisting of a basic double salt, so that the liquid filtered from 
this deposit not only yields crystals of the normal salt, but ultimately 
a mother-liquid containing bisulphate ‘of potash. The basic crystal- 
line powder appears by analysis to consist of KO,4Cu0, 450°+ 4Aq; 
different samples of it, however, gave different results, so that it must be 
regarded as a variable mixture of two basic salts. When boiled for some 
‘time with water, it leaves basic sulphate of cupric oxide, the water 
taking up the sulphate of potash, together with a small quantity of cupric 
oxide. (Brunner, Pogg. 15, 476; 32, 221.) Graham lkewise obtained 
the basic double salt on boiling the solution, and found that it was 
decomposed during washing. 


T. SELENIATE OF CuprRic OxIDE and PotasH.—Exhibits characters 
similar to those of the sulphate. (Mitscherlich.) 


K. DrytopIpE oF CoppER AND Potassi1umM.—Cuproso-potassic Iodide. 


-——Becquerel obtained this salt in white needles by the electrolytic. 


method. (I. 401.) — 


L. DicuirorIpE oF CoPpPpER AND Porasstum. —— Cuproso-potassic 
Chloride.--Formed by boiling dichloride of copper in a small quantity of 
water, adding chloride of potassium till all the dichloride of copper is 


dissolved, and cooling the solution to the crystallizing point.—-Anhydrous 


regular octohedrons = 2KCl, Cu’Cl. (Mitscherlich, Ann. Chim. Phys. 
73; 384.)—Becquerel, by the electrolytic method, obtained the same or a 
similar compound crystallized in tetrahedrons. (I, 401.) 


M. ProrocHiorIpE oF CoprER AND Potassium. — Cuprico-potassic 
Chloride.—Formed by cooling a concentrated aqueous mixture of proto- 
chloride of copper aud chloride of potassium. Square-based octohedrons 
=KCl, CuCl+2Aq. (Mitscherlich.) Double six-sided pyramids. (Jac- 
quelain.) Soluble in water and alcohol. (Berzelius, Pogg. 13, 458; comp. 
Boullay, J. Pharm. 12, 639; Graham, Ann, Pharm. 29, 32.) 


es 
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Anhydrous. Crystallized. Jacquelain, 
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N. FrivuoripE or Copper anp Porasstum.—KF, CuF.—Pale bluish- 
green, granular crystals, easily soluble in water. (Berzelius.) 


CopPpER AND SopiIumM. 


A. Cupric Oxipr witu Sopa.—a. Hydrate of soda likewise dissolves 
cupric oxide when fused with it. (Berzelius.) Cupric oxide is also 
slightly soluble in aqueous solution of soda. 


B. CarBonate oF Cupric OxipE AnD Sopa.—da. Aqueous carbonate 
of soda, the bicarbonate more especially, dissolves a small quantity of 
cupric oxide, forming a pale blue solution. 

6. Carbonate of soda heated with cupric oxide on platinum before the 
blowpipe dissolves it, forming a glass which is green while hot, and 
becomes white and opaque on cooling. (Berzelius. 

c. By the electrolytic method (I, 402), bluish-green, silky needles are 
obtained, from which hot water extracts carbonate of soda, and separates 
brown cupric carbonate. (Becquerel.) 


C. Borax forms with cupric oxide in the outer blowpipe-flame, a clear 
bluish-green glass, which, when heated in the inner flame — espe- 
cially with the addition of tin—is decolorized by formation of cuprous 
oxide, but at the moment of solidification, becomes scarlet-coloured and 
opaque. (Berzelius.) 


D. With Microcosmic Salt, cupric oxide forms a bluish-green bead in. 


~ the outer flame ; and this, when heated in the inner flame, becomes opaque 


and red or brown-red at the moment of solidification, if the quantity of 
copper is considerable, but trausparent and ruby-red if the quantity is 
small; with a still smaller quantity of copper, the red colour is not 
produced without the addition of tin; after a moment's exposure to the 
blast, the colourless glass solidifies on cooling to a red, opaque mass. 
(Berzelius.) 


E. HyvosvtpHitE oF Cuprous OxIpE AND Sopa.—Cuproso-sodic 
Hyposulphite.—a. With 8 At. Copper-salt to 2 At. Soda-salt.—A cold 
aqueous mixture of hyposulphite of soda and excess of cupric sulphate or 
acetate, forms in a short time a thick, egg-yellow, crystalline precipitate, 
which must be quickly collected on a filter, washed with water containing 
a small quantity of acetic acid, and rapidly dried in vacuo over oil of 
vitriol. The formation of this salt is attended with the production of 
sulphuric acid, a fact which may easily be verified by using acetate of 
cupric oxide in the preparation instead of sulphate. If the solutions are 
warm when mixed, a brown precipitate is formed; the yellow precipitate 
likewise turns brown if the filtering and washing are not quickly per- 
formed,—also when it is gently heated. Oil of vitriol decomposes the 
salt immediately; dilute sulphuric acid boiled with it liberates sulphurous 
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acid, throws down a precipitate of sulphide of copper, and acquires a 
greenish colour from dissolved cupric oxide. Cold hydrochloric acid 
converts the salt into a white mass without evolving even a trace of 
sulphurous acid; but on the application of heat, sulphurous acid is given 
off, sulphide of copper precipitated, and cuprous oxide dissolved. Caustic 
potash separates hydrated cuprous oxide from the salt; ammonia dissolves 
it, forming a brownish-yellow solution, which soon passes into dark blue 
when exposed to the air.—The salt dissolves sparingly in water, easily in 
aqueous hyposulphite of soda, but is insoluble in alcohol. (C. Lenz, Ann. 
Pharm. 40, 99.) 


Lenz. 
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b. 1 At. Copper-salt to 8 At. Soda-salt.—From the solution of @ in 
aqueous hyposulphite of soda, alcohol throws down a white salt. (C. Lenz, 
Rammelsberg, Pogg. 56, 323.) 
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F. Sutpuate or Cupric OxrpE anv Sopa.—Cuprico-sodic Sulphate. 
—From a solution of blue vitriol and Glauber’s salt, each of the salts 
crystallizes separately; but a solution of blue vitriol and bisulphate of 
soda yield’s Glauber’s salt and blue vitriol separately at first, but after- 
wards small crystals of the double salt united into a crust; they appear | 
to contain 2 atoms, of water. The salt may be easily dehydrated, fuses 
at a commencing red heat without losing acid, and on cooling solidifies 
sn a blue mass which does not decrepitate like the potassic double salt. 
The salt deliquesces slowly in the air, and is decomposed by water into the 
two simple salts. (Graham, Phil. Mag. 4, 420.) 


_ @. Dicunoripr or Copper AND Sop1um.—Cuproso-sodie Chloride,— 
Obtained by Becquerel (I. 401) by the electrolytic method in transparent 
and colourless octohedrons, which turned green when the experiment was 
continued for a considerable time.—Dichloride of copper dissolves abun- 
dantly in solution of common salt, forming a colourless liquid, which gives 
an orange-yellow precipitate with alkalis and white with ferrocyanide of 
potassium. (Boussingault, Ann. Chim. Phys. 51, 352.) 


CoprpER AND BaRIUM. 


A. Attoy or Coprmr AND Barium?—a, Clarke (@ilb. 62, 874) 
obtained a golden yellow alloy by heating copper and barium together 
before the oxy-hydrogen blowpipe.—. Lampadius (Schw. 15, 146) by 
heating to whiteness 4 parts of baryta with 4 copper and 1 charcoal-dust, 
obtained a substance which crumbled to pieces when exposed to the air, 
being resolved into baryta and cupric oxide, (‘) bh | 


ne 
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_ B. Cupric Oxide with Baryta? — Cupric oxide precipitated from 
its solution by baryta, carries down with it 1 or 2 per cent. of baryta, 
which cannot be extracted by water. (Grouvelle.) 


C. SupHipE or Coprrr AND Barium.10 parts of ignited blue 
vitriol heated to whiteness in a charcoal crucible with 5 parts of sulphate 
of baryta, yield 8-1 parts of a fused, compact, brittle, distinctly laminar, 
lead-grey metallic sulphide containing a few grains of copper, and 
efflorescing rapidly in the air. 


| D. DicHLoRIDE oF CoPpPER AND Barium.—Becquerel obtained this 
salt by the electrolytic method. (I. 400.) 


CopPpER AND CaALctium. 


Cupric Oxide with Lime? —Lime withdraws cupric oxide from its 
solution in ammonia. (Kuhlmann, dan. Pharm. 41, 227.) | 


B. SULPHIDE oF CopPpER AND Catctum.—10 parts of anhydrous 
cupric sulphate and 5 parts of crystallized gypsum, heated to whiteness in 
a charcoal crucible, yield 6°47 parts of a well-fused, blistered, lead-grey 
metallic sulphide, with granules of copper imbedded in it; when this 
substance is treated with acetic acid, sulphuretted hydrogen is given off, 
and nothing but the lime is dissolved. (Berthier.) 


C"One atom of fluorspar and 1 At. blue vitriol heated together to 
bright rédhess, form a thin liquid which yields on cooling, a compact, 
white mass (with a slight tinge of brick-red proceeding from a small 
_quantity of liberated cupric oxide), which has a shining, crystallo-granular 
‘fracture, and from which water extracts cupric sulphate. But at a 
stronger red heat, the sulphuric acid goes off in a decomposed form, and 


.~there remains a mixture of fluorspar and cupric oxide. (Berthier, Ann. 


Chim. Phys. 48, 300.) 


CopPpER AND MAGNESIUM. 


A. Sunpumsr or Coprrr anp Maanestum.—Obtained by heating 
blue vitriol and sulphate of magnesia to whiteness in a charcoal crucible. 
The fused mass contains magnesia in a state of mechanical mixture. 
(Berthier. ) 


B. SunpHaTs or Cupric Ox1pE AND Macnesta.—Crystallizes in the 
form of ferrous sulphate with 7 atoms of water, if the magnesia-salt is 
in excess, and in the form of cupric sulphate with 5 atoms of water, if 
the copper-salt is in excess. (Mitscherlich.) Sulphate of magnesia dis- 
solves quickly in a saturated solution of blue vitriol, and the undissolved 
portion of the magnesia-salt is gradually converted into the double salt. 
(Karsten.) 


C. Surpnate or Cupric Oxrpz, Macnusta, AnD AMMONIA.— 
Separates from an aqueous mixture of sulphate of magnesia and ammonia, 
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and sulphate of cupric oxide and ammonia, in pale blue crystals, having 
the form of sulphate of magnesia and ammonia. (Bette, Ann. Pharm. 
14, 284.) | 


(NH‘O, SO? + MgO, SO? + 6Aq.) + (NH‘0, SO? + CuO, SO? + 6Aq.) 


Bette. 
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CopPpER AND ALUMINUM. 


A. ALUMINATE OF Cupric OxipE.—Precipitated on mixing B with 
ammonia, an excess of that reagent not being able to extract the cupric 
oxide. 


B, FiLvuoripE oF ALUMINUM AND Copper. — CuF, Al?F*%. — Pale 
bluish-green [hydrated ?] needles, very slowly but completely soluble in 
water. (Berzelius.) 


CoPpPpER AND ZIRCONIUM. 


_ ZrrconatTE or Cupric Oxtpe.—When a salt of zirconia mixed with 
a cupric salt is precipitated by ammonia in excess, the zirconia carries 
down the cupric oxide, which cannot be extracted by ammonia, and 
forms with it a sky-blue precipitate, which becomes emerald-green after 
ignition. While yet moist, it gives up part of its cupric oxide to car- 
bonate of ammonia, but is not completely decolorized by it. The cupric 
oxide is not separated by oxalic or acetic acid. (Berthier, Ann. Chim. 
Phys. 49, 196.) 


CoprpER AND SILICIUM. 


A. SrnicrpE oF CoprEr.—a. Silicium may be fused into a ductile bead 
with copper before the blowpipe, and the alloy thus formed leaves a 
siliceous skeleton when dissolved in acids. (Berzelius, Pogg. 1, 220.)— 
b. By heating copper to intense whiteness with silica and charcoal 
powder, a compound is obtained containing a small quantity of carbon 
and perfectly soluble in acids; the solution when evaporated yields 5 per 
cent. of silica. (Berzelius, Gb. 36, 100.) 


B. SrnicATE oF Cupric OXIDE, or Cupric SrnicaTte,—a. Monosilicate. 
—a. Mono-hydrated.—Emerald Copper, or Dioptase.—Crystalline system 
the rhombohedral. Primary form an obtuse rhombohedron; /g. 141, 
7? : 7®>—126° 17’; less obtuse rhombohedron; 7°: 7°=95° 48’, often with 
truncated lateral edges. Jig. 145. Specific gravity 3:278. Of the 
hardness of apatite-—Transparent, emerald-green. Turns black, from loss 
of water, in the outer flame (green in the inner: Xobell), and red in the 
inner, without fusing. With a small quantity of carbonate of soda on 
charcoal, it yields a turbid red glass, together with a bead of copper; with a 
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larger quantity of carbonate of soda, it sinks into the charcoal, leaving 
metallic copper on the surface. Dissolves readily in borax, exhibiting 
the usual reactions of copper, and forming a bead, which, if exposed to 
the outer flame after cooling, imparts to it a momentary green colour, 
and when heated in the inner flame, yields reduced copper. Dissolves in 
microcosmic salt with the reactions of copper, and separation of a siliceous 


skeleton. (Berzelius.) In heated nitric or hydrochloric acid, it dissolves 
with formation of a jelly. 


Dioptase. Hess. Vauquelin. 
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8. Bi-hydrated.—Chrysocolla.—Kidney-shaped, globular, botryoidal ; 
fracture conchoidal; sp. gr. 2:2. Harder than gypsum. Opaque or 
slightly translucent.— Before the blowpipe it behaves like dioptase. 
Hydrochloric acid decomposes it, with separation of gelatinous silica. 


Chrysocolla.  Kobell. Berthier. Bowen. 
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a. From Bogolowsk. When it is dissolved in caustic potash, there 
remains 2°1 per cent. of quartz. (Kastn. Arch. 23, 103.)—b. From Bogo- 
lowsk. (Ann. Chim. Phys. 51, 396.)—c. From Canaveilles; previously 
freed from admixed malachite by digestion in ammonia. The calculation 
of the analysis is made after deduction of 12°7 per cent. of admixed quartz. 
—d. From Sommerville, New Jersey. This variety is supposed by 
Berthier to contain 4 atoms of water.—e. From the same locality. 
(Schw. 43, 314.) 


b. Quadrosilicate—An aqueous solution of silicate of potash yields 
with cupric salts, a greenish-blue precipitate, which retains its colour 
eyen at a boiling heat. (Fuchs.) Quadrosilicate of soda gives a more 
copious precipitate with cupric nitrate than caustic soda. (Walcker.) 


C. Currovs SinicorLvoRIDE.—Cu’F,SiF*.—Copper-coloured, resem- 
bling difluoride of copper. Behaves like the latter when exposed in the 
moist state to the air. When somewhat strongly heated, it fuses and gives 
off gaseous fluoride of silicium with ebullition. (Berzelius, Pogg. 1, 199.) 


D. Cupric SrnicorLvoripE.—CuF,SiF?+7Aq.—The solution of 
cupric oxide in ter-hydrofluate of silica, yields by spontaneous evapora- 
tion, blue, transparent octohedrons and six-sided prisms, which effloresce 
in the air, becoming light blue and opaque and giving off 2 atoms of 
water, and are easily soluble in water. (Berzelius.) 
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_ -E, and F. Cuprous: oxide forms with glass-fluxes, sometimes blood- 
red and transparent, sometimes brown-red, opaque masses. Cupric oxide 


imparts to glass-fluxes a blue or greenish-blue colour without diminishing 
their transparency. 


CoprPpER AND TITANIUM. 


FLuorive or TrraNniuM AND Coprer.—Hydrated.—Formed by mix- 
ing the two simple salts, Long, pale bluish-green needles, which, with 
the exception of the colour, perfectly resemble the fluoride of titanium 
and magnesium. (III. 487.) . They dissolve in pure water with partial 
decomposition, easily and completely in acidulated water. (Berzelius.) 


CoprpER AND TUNGSTEN. 


__A. Tunestiv— oF Coprrr.——Brownish copper-coloured, porous, 
tolerably extensible. 


B. Tunastate or Cupric Oxtpr, or Cupric Tunestate.—a. Mono- 
tungstate.—Cupric salts throw down from monotungstate of potash a light 
green powder, which turns yellowish-brown, and gives off its water when 
heated—fuses at a red heat—and on cooling, solidifies in a chocolate- 
coloured, crystalline mass, having in its cavities crystalline geodes, which, 
when examined by the microscope, are found to consist of transparent 
six-sided prisms of a deep wine-yellow colour. The unignited salt is 
-. insoluble in water, but after continued washing, passes through the filter 
and renders the filtrate milky. It dissolves in phosphoric acid, acetic 
acid, and ammonia, but not in oxalic acid. (Anthon.) © | 


Ignited. Anthon. Dried in the air. Anthon. 
Oe een 40. .4.. 25 we 29°84 CUO secs gi GAO pices eee eat ekg Ronee 
WO? wsiceay 120 va fo pa ea WO>........ 120 iss OPER. Garay OO 

ONO 18 Sn Le eee 
Cu0,WO*? 160 .,. 100 .,.. 100°00 + 2Aq.... 178... 100°00 .,,, 100 


6. Bitungstate.-—The light green precipitate obtained with an alkaline- 
bitungstate, turns brown and gives off water when ignited, fusing par- 
tially, throwing out cauliflower-like excrescences, and finally assuming a 
‘dark lead-grey colour. The unignited salt when digested in nitric acid, 
swells up in a gelatinous form, but-does not dissolve. It is likewise 


insoluble in water, but soluble in ammonia. (Anthon, J. pr. Chem. 
9, 346.) 


ee Ignited. Anthon. Dried in the air. Anthon. 
CuO.,..6 40 .,, 14°29 ..., 13°64 PEO. ss xr 40 ..,. 12°66 ..,. 12 
BVO sian 240 .,.. 85°71 .... 86°36 2W.O4 55... 240... 75°95 .... 76 
: 4HO ........ GY ce, A OD veel 
Cu0,2WO? 280 ....100°00 ....100°00 +4Aq...., 316 ....100°00 ....100 


C. Cupric SuLpHoTUNGSTATE, -- CuS, WS*.-—Liver-coloured precipi- 


tate, which assumes a dark brown colour when collected on the filter. 
_(Berzelius. ) 
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Coprer AND MoLYBDENUM. 


: A. Moyppipe or Copprr.—Pale copper-red; malleable if the 
molybdenum is not in excess. (Hielm.) 


B. Motyppats or Cupric Oxipn, or Cupric Monyppatr.—Yel- 


Jowish-green precipitate, sparingly soluble in water, decomposed by acids 
Kid by alkalis.’ (Berzeliis) °r peer car 


C. Cupric SunpHomontyBpaTEe.—CuS, MoS?.—Black-brown precipi- 
tate. (Berzelius.) 


D. Curric PersutpHomotyBpatEe.—CuS, MoS4.-—Dark red precipi- 


os ae turns brown when collected on the filter. (Berzelius, Pogg. 
> 201. ; 


CopPpER AND VANADIUM. 


VANADIATE OF Cupric Oxipk, or Cupric Vanapiate.—e. Mono- 
vanachiate.—An aqueous mixture of a copper-salt with an alkaline mono- 
vanadiate, yields, on the addition of alcohol, a yellow precipitate, which 
is soluble in water, and when the water is evaporated, remains in the 
form of a dark yellow, amorphous mass.—Bivanadiate.—Separates gradu- 
ally from an aqueous mixture of blue vitriol and bivanadiate of potash, in 
the form of a yellow, crystalline crust. (Berzelius.) 

Volborthite appears to be a basic Vanadiate of Cupric Oxide. Olive- 

green needles united in tufts, yielding a yellowish-green powder. Specific 
gravity 3°55. Turns black and gives off water when heated. Fuses easily 
on charcoal without fume or deposit, and when more strongly heated, 
‘solidifies in the form of a graphitic slag, containing granules of metallic 
copper. With carbonate of soda on charcoal, it immediately yields 
copper. Dissolves in borax or microcosmic salt, producing a beautiful 
green colour. Heated with not too large a quantity of microcosmic salt 
on platinum wire, it forms a green glass in the inner flame and yellow in 
the outer, these colours becoming brighter on cooling; with tin, the bead 
becomes red-brown and opaque.—Dissolves in hydrochloric acid with 
evolution of chlorine; the solution in moderately strong nitric acid, when 
left over-night, deposits brick-red vanadic acid. Insoluble in water. 
(Hess, J. pr. Chem. 14, 52.) 


CoprpER AND CHROMIUM. 


Curomatse or Cupric OxipE, or Cupric CHROMATE.—d. With a 
great excess of Base ?—Prepared as a fine green colour by the following 
methods: 1. By adding 2 parts of pearl-ash and 1 part of chalk to a 
solution of 48 pts. blue vitriol and 2 pts. bichromate of potash, pressing 
the precipitate to expel the greater part of the water, and then drying 
and reducing it to powder. The colour is not so fine as that of Schwein- 
furt. green. (Juch, J. pr. Chem. 29, 204.) [According to these propor- 
tions, the precipitate might contain 2 At. cupric oxide to 1 At. chromic 
acid. The prescribed quantity of cupric oxide appears to be much too 
large.]—2,. By gradually adding ammonia to a ess gh blue 
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vitriol and 1 pt. bichromate of potash, at a temperature between 20° and 
30°, till the red-brown precipitate [of salt 6?] produced at first, begins to 
turn green; if too much ammonia were added, the precipitate would dis- 
solve and form a green solution. When the temperature and the quantity 
of ammonia are rightly adjusted, the colour is very brilliant ; the preci- 
pitate produced at too high or too low a temperature loses all its chromic 
acid during washing, and is converted into the blue hydrated oxide. 
(Leykauf, J. pr. Chem. 22, 448.) 

6. Basic ?—1. Monochromate of potash forms with neutral copper- 
salts, a yellowish-brown precipitate, becoming chestnut-brown when dry. | 
(Vauquelin.) After complete washing with hot water, the salt assumes 
a lighter colour, and when perfectly dry, becomies yellowish-brown, like 
hydrated ferric oxide. (Béttger.) When monochromate of potash is 
dropped into a boiling solution of blue vitriol, the blue colour changes 
through green and yellow to red, whereupon a brown precipitate is pro- 
duced, which finally becomes dark red-brown. (Bensch, Pogg. 55, 97.) 
Boiling water extracts from the precipitate a large quantity of bichromate 
of potash. (Gm.) 2. By treating carbonate of cupric oxide with excess 
of chromic acid, the salt is obtained with a yellowish-brown colour. 
(Bottger.) Potash or soda withdraws all the chromic acid from this salt, 
separating the blue hydrated oxide in the cold, and the black anhydrous 
oxide at higher temperatures. Dissolves easily in dilute nitric acid, and 
likewise in ammonia, in which it forms a green solution. 

Normal salt ?—Bichromate of potash does not precipitate cupric salts. 
The solution of hydrated cupric oxide in aqueous chromic acid yields by 
slow evaporation —during which it effloresces—transparent green crystals, 
having the form of blue vitriol and a density of 2:262; they contain 33°5 
per cent. of water. These crystals turn white when dehydrated, and if 
subsequently moistened with water, become very hot and recover their 
green colour. They are easily soluble in water, but insoluble in alcohol. 
(Kopp, Ann. Pharm. 42, 98.) The author did not succeed in obtaining 
this salt. The carbonate of cupric oxide dissolved sparingly in aqueous 
chromic acid, and the brownish-yellow solution yielded on evaporation a 
non-crystalline residue, from which water extracted chromic acid with a 
small quantity of cupric oxide, leaving a dark-green powder. (Gm.) 


B. Cupro-cHROMATE oF AmMmMoniA.—Monochromate of cupric oxide 
yields, with aqueous ammonia, a beautiful dark green solution, which 
does not lose its colour by exposure to light, and again yields cupric 
chromate, both on evaporation and on the cautious addition of acid. 
(Vuaflart, J. Pharm. 10, 607.) The green solution, if covered with 
strong alcohol, deposits cupro-chromate of ammonia, in the form of a 
dark green powder, which must be collected on a filter, and then washed 
with alcohol. It decomposes when kept for some time. In hot water it 
is resolyed into chromate of ammonia, which dissolves, and a light green 
powder, which evolves ammonia when treated with potash, and is there- 
fore a basic double salt. (R. Bottger, Beitr. 2, 77.) | 


CopPpER AND URANIUM. 


Uranico-cupric PHospuate.—Chalkolite, Kupferuranglimmer.——Iso- 
morphous with Calcareous Uranite. (IV. 191.) Siskin-green. Before 
the blowpipe it behaves like calcareous uranite, but when heated on 


COPPER AND MANGANESE. 469 


charcoal with carbonate of soda in the inner flame, it yields a bead of 
copper, sometimes coloured white from the presence of arsenic ; with 
microcosmic salt and tin, it gives the reactions of cuprous oxide. (Berze- 
lius. ) When moistened with hydrochloric acid, and held by the forceps 
in the blowpipe-flame, it assumes a blue colour. (Berzelius.) Its powder, 
when boiled with potash, acquires a dark brown colour, ochre-yellow in 
parts. (v. Kobell.) It is easily soluble in acids. . 


Berzelius. Phillips. 
Cornwall. 
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CoprER AND MANGANESE, 


A. Atioy oF Copprr anp Mancanese.—Reddish-white, very malle- 
able; acquires a green tarnish by long exposure to the air. 


B. Prrox1pE oF MANGANESE WITH CupRic OxIpE.—Found in an 
impure state as Cupreous Manganese. The ore from Kamsdorf gives off 
oxygen gas, water, and a trace of ammonia at a red heat, and fuses in the 
outer blowpipe-flame to a bead, at the same time colouring the flame 
green ; on charcoal it fuses to a slag. Dissolves in hydrochloric acid, 
with evolution of chlorine, forming first a brown and then a green liquid. 
May be regarded as MO,2MnO?+2Aq., where the symbol MO denotes 
CuO and other fixed bases, including MnO, the manganese being contained 
in the mineral, 5°, as MnO? and 5}, as MnO. (Rammelsberg, 54, 546.) 
The cupreous manganese ore from Schlackenwald yields water at a red 
heat, but no oxygen. (Kersten, Schw. 66. 3.) [Hence it would appear 
to be a different mineral, the composition approaching to CuO,6Mn°O*+ 
18Aq. | 


Rammelsberg. Bottger. Kersten. 
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C, PERMANGANATE oF Cupric Oxipr.—Deliquescent. (Mitscherlich.) 
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CoprER AND ARSENIC. 


A. ArsEnrpE or Copprr.—a. Containing but little Arsenic.—Copper 
alloyed with 0°15 per cent. of arsenic becomes somewhat brittle when 
cold, and very brittle at a red heat. (Karsten.) 

b. CutAs.—100 parts of copper-filings heated with an equal weight of 
arsenic form, without visible combustion, 158°5 parts of fused arsenide of 


copper, which is whitish-grey, brittle, and fine-grained. (Gehlen.) A ~ 


similar compound, sometimes called White Copper or White Tombac, is 
obtained by igniting copper with arsenious acid and black flux. 

c. Trisarsenide.—1. Formed by passing arseniuretted hydrogen gas 
over dry chloride of copper, hydrochloric acid being evolved at the same 
time: | 

3CuCl+ AsH? = Cu®As +3HCl. 


2. By passing arseniuretted hydrogen gas through a solution of blue 
vitriol. (Kane, Pogg. 44, 471.) 


3(Cu0, SO) + AsH? = CulAs + 3HO +380". 


The precipitate is black. (Dumas.) Arseniuretted hydrogen gas passed 
over dry cupric sulphate is abundantly absorbed, with great rise of tem- 
perature and disengagement of water, and a black mass is formed, con- 
sisting of Cu°As,8SO*—that is to say, of sulphate of trisarsenide of copper. 
(Kane.) - 

On Condurrite, a Cornish mineral, consisting of a mixture of cuprous oxide, arse- 
nious acid, or copper pyrites, and the remains of an arsenide of copper (Cu?As?, or 


CuSAs), by the weathering of which the mineral has been formed, vid. Blyth (Chem. 
Soc. Qu. J. 1, 213), and Rammelsberg (Pogg. 71, 305.) 


B. ARsENITE oF Cupric Oxrpz, or Cupric ArsENITE.—Uonoarsentte? 
—Scheele’s Green, or Swedish Green. .Yormed by mixing arsenite of potash 
with a copper-salt, or the aqueous acid with an ammoniacal solution of 
cupric oxide. Scheele gradually adds to the aqueous solution of 32 pts, 

-plue vitriol, a hot andifiltered solution of 32 pts. pearl-ash and 11 arsenious 
acid, stirring constantly all the while.—Siskin-green precipitate. When 
heated, it gives off arsenious acid and water, and leaves a residue of cupric 
oxide. (Proust, WV. Gehl. 8, 482.) The brown residue is a mixture of 
arsenide of copper and cupric arseniate, the latter. of which may be dis- 
solved out by dilute nitric acid. (Simon, Pogg. 40, 440.) When treated 
with caustic potash-ley, it is resolved into cuprous oxide and arseniate 
[and arsenite ?] of potash, the change being accelerated by heat. (Vau- 
quelin, J. Pharm. 9, 230; Bonnet, Pogg. 87, 300.) Dissolves in ammonia 
without colour, probably in the form of arsenic acid and cuprous oxide. 
(Berzelius, Lehrb.) When heated with aqueous sulphurous acid, it is 
converted into cuprous oxide. (A. Vogel.) Arsenious acid passed in the 
state of yapour over red-hot cupric oxide, is not absorbed by it. (Gm.) 

Parrot-green is arsenite of cupric oxide kneaded together with gela- 
tinous starch. Many varieties of Brunswick-green and Neuwied-green are 
prepared by precipitating 100 parts of dissolved blue vitriol with a solu- 
tion of 12 to 15 parts of arsenious acid and 20 parts of pearl-ash, and 


afterwards with excess of milk of lime, whereby gypsum is introduced — 


into the composition. In the state of powder, it is sent into the market 
as Mountain-green. For the preparation of Pickle-green, blue vitriol is 
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precipitated by a solution of arsenious acid in excess of carbonate of potash, 
so that carbonate of cupric oxide becomes mixed with the precipitate. 
To prepare Mineral-green, 100 parts of blue vitriol are mixed, first with 
a solution of 10 or 12 parts of arsenious acid, and then with excess of 
caustic potash-ley, prepared from 90 parts of pearl-ash and 80 of lime. 
This pigment is dark green, and has a conchoidal fracture. (Gentle. ) 


ie aes respect to Schweinfurt green, Vienna green, and Mitis-green, vid. Acetic 
cid. 


6. Acid Arsenite——The solution of cupric carbonate in excess of 
aqueous arsenious acid is not precipitated, either by acids or by alkalis; 
when evaporated, it leaves a yellowish-green salt. (Berzelius.) 


C. ARsENIATE or Cupric Oxipz, or Cupric ARSENIATE.—a. Octo- 
basic ?—Huchlorose, Copper-mica.—Crystalline system the rhombohedral. 
Acute rhombohedrons considerably truncated; Fig. 153; 7° : 7°=68° 41’. 
Cleavage distinct parallel to p. Specific gravity varying from 2°5 to 2°6. 
Soft, transparent, emerald-green. Decrepitates strongly before the blow- 
pipe, the flame being coloured green by the detached particles. On char- 
coal it fuses without detonation, but with emission of arsenical fumes, 
and forms a grey, brittle, metallic globule, which, by a second fusion, with 


the addition of carbonate of soda, is converted into malleable copper. 
(v. Kobell.) | 
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b. Pentabasic.—«. Bi-hydrated.—Hrinite.—Formed of concentric 
scales with rough surfaces formed by the ends of very small crystals, 
Specific gravity 4:043. Dull; translucent on the edges; emerald-green 
inclining to apple-green. (Turner, Hdinb. J. of Sc. 9, 93; also Pogg. 
14, 228.) 
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8. Penta-hydrated.—Aphanese, Strahlenkupfer—Under this name 
are included two minerals, in one of which two-thirds of the cupric oxide 
appear to be replaced by ferrous oxide, The supposition of Chenevix 
(Phil. Trans. 1801, 201; also A. Gehl. 2, 181), that the iron in this 
mineral is in the form of ferric oxide, is improbable. 
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y. Deca-hydrated.—Leirochroite, Kupferschawm.—Formed of diverging 
fibres. Specific gravity 3°09. Very soft; translucent; of a light ver- 
digris-green colour. Decrepitates strongly in the flame of a candle, 
colouring it green by the scattered powder. When held in the forceps, 
and heated by the blowpipe-flame, it turns black, and fuses into a steel- 
grey bead. On charcoal it fuses quietly, exhibiting a slight intumescence 
only after a long-continued fusion; it then likewise emits an odour of 
arsenic, and on cooling yields a non-crystallizing globule, which becomes 
continually more difficult of fusion, and acquires a brownish surface. 
With carbonate of soda it yields an imperfectly-fused mass, in which 
metallic globules are enclosed. Evolves carbonic acid slowly when 
immersed in cold hydrochloric acid, rapidly in the same acid when heated. 
Dissolves in ammonia, leaving a residue of carbonate of lime (v. Kobell, 
Kastn. Arch. 28, 96; also Pogg. 18, 253). } 


Leirochroite. Or? 
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In the second calculation, the carbonate of lime is estimated as an essential 
constituent; according to this, the mineral will be: CaO,CO?+5Cu0, 
AsO*°+10Aq. 


c. Quadrobasic.—a«. Mono-hydrated.— Olivenite.—Crystalline system 
the right prismatic. Jig. 54 and other forms: wu: w=87° 305 i: 7 
behind=110° 50’. . Specific gravity from 4°28 to 4:4. Hardness equal to 
that of calespar. (Haidinger.) Transparent, and of an olive-green colour 
inclining to yellow and brown.—When heated in a glass tube, it gives off 
a small quantity of water, but no arsenious acid. Held in the forceps 
before the blowpipe, it fuses, imparts a pale blue colour to the flame, and 
on cooling, crystallizes in the form of a black brown, radiated mass, 
having an adamantine lustre, and covered on the surface with a network 
of prismatic crystals. On charcoal, it deflagrates, emits a strong odour 
of arsenic, and yields a somewhat ductile regulus, brownish on the 
outside and white in the middle. (Kobell.) The mineral is soluble in 
nitric acid and in ammonia. 
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B. Hepta-hydrated.—Euchroite.—Crystalline system the right pris- 
matic. Jig. '74, together with p-faces and others. Transparent, and of 
a light emerald-green colour. (Haidinger.) At a temperature somewhat 
below redness it gives off its water without decrepitation, and becomes 
dingy green and friable. On platinum in the outer blowpipe-flame it 
does not fuse till heated above the melting point of glass; crystallizes to 
a greenish-brown mass on cooling. On charcoal it fuses readily, defla- 
grating immediately, and giving off an odour of arsenic; after long- 
continued blowing, it yields a globule of metallic copper. Heated to 
redness with charcoal powder in a glass tube, it yields a sublimate of 
arsenic and arsenious acid. Dissolves easily in nitric acid. 


Euchroite.. Turner. 
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y. Deca-hydrated.—Liroconite.—Crystalline system the right prismatic; 
Fig. 63, with the y-faces enlarged so as to obliterate the p-face; wu: w= 
119° 45’; y : y, behind=108° I’. Specific gravity 2°92. Harder than 
gypsum. Transparent, and of a sky-blue colour inclining to verdigris- 
green. When heated it does not decrepitate, but turns smalt-blue, after- 
wards light green, and at a red heat greyish-green. When held in the 
forceps, it colours the blowpipe-flame bluish-green. On charcoal it fuses 
imperfectly and with slight intumescence, forming a brownish slag which 
contains white granules of metal. With carbonate of soda it yields a 
semi-malleable button of copper containing arsenic. (Kobell, Kastn. Arch, 
23,100; Trolle Wachtmeister, Pogg. 25, 305.) 


Trolle 
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4Cu0(As0°; PO*) +10 Aq. +(APO*; Fe?0°), Aq. The hydrate of alumina 
and hydrated ferric oxide ought perhaps to be regarded as accidental. 


d. Terbasic.—Precipitated on mixing a cupric salt with diarseniate of 
ammonia, potash, or soda, the liquid acquiring an acid reaction. (Mits- 
cherlich.)—Pale bluish-green precipitate. Gives off water when heated, 
and, at a higher temperature, fuses into an olive-green mass, without 
decomposition, excepting where it is in contact with the charcoal, 
(Proust.) Before the blowpipe on charcoal it yields a button of copper, 
(Simon.) Insoluble in water, but soluble in the stronger acids and in 
ammonia. Sulphurous acid likewise dissolves it without formation of 
cuprous oxide. (A. Vogel.) Beh bs Tay 

Whether the precipitate which free arsenic acid forms in acetate of 
cupric oxide, and the bluish-white powder produced by the action of 
arsenic acid on copper in the air, likewise belong to this head, is not yet 
clearly ascertained. nie 

Chenevix obtained blue rhombohedral crystals, by mixing nitrate of 
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cupric oxide with arseniate of ammonia, separating the liquid from the 
precipitate, and mixing it with alcohol after evaporation. 


D. Cupric SULPHARSENITE.—da. T'welve-basic.—12CuS,AsS*®. — Re- 
mains undissolved in the form of a red-brown mass, when hydrated cupric 
oxide is added to monobasic sulpharseniate of potassium, till the colour of 
the former is no longer altered (IV. 293), 


b. Terbasic,—8CuS, AsS*\--On adding hydrochloric acid to the hya- 
cinth-red solution a, this compound is precipitated in light brown flakes, 
while chloride of potassium and hydrochlorate of arsenious acid remain 
in the liquid. 


c. Bibasic.—2CuS, AsS*.—Formed by precipitating a cupric salt with 
bibasic sulpharsenite of sodium.—Black-brown precipitate, which acquires 
a metal-grey aspect by trituration. When subjected to distillation, it 
first gives off sulphur, then tersulphide of arsenic, and leaves a semi- 
fused, tumefied metal-grey substance, probably a compound of bisulphide 
of arsenic with disulphide of copper: Cuprous Hyposulpharsenite. (Ber- 
zelius, Pogg. 7, 148.) 


EK, Cupric SULPHARSENIATE.—2CuS,Ass°.—Sulpharseniate of sodinm 
dissolved in water yields with cupric salts a dark brown precipitate, 
which turns black in drying. This compound is likewise precipitated 
on passing sulphuretted hydrogen through acid solutions containing 
arsenic acid and cupric oxide; if the arsenic acid is in excess, the brown 
sulphur-salt is first precipitated, and then the yellow pentasulphide of 
arsenic. (Berzelius, Pogg. 7, 22.) When a precipitate of this kind is 
treated with hydrosulphate of ammonia, not only is the sulphide of arsenic 
dissolved, but likewise by its intervention, a large portion of the sulphide 
of copper. (Anthon, Repert. 76, 125.) Very dilute ammonia likewise 
extracts the sulphide of arsenic, stronger ammonia acquires a brown tint 


by taking. up some of the sulphide of copper. (Gm.) — 


CopPpER AND ANTIMONY. 


A. ANTIMONIDE oF CoppeR.—Formed by fusing copper with antimony, 
combination then taking place without visible combustion,—or with 
sulphide of antimony, whereupon sulphide of copper is produced at the 
same time.—0:15 per cent. of antimony makes the copper somewhat 
brittle when cold, and very brittle at a red heat. (Karsten.) 


B. Antimonic Ox1pE witH Cuprovus Ox1pE.—Called copper-mica by 
the workmen.—This compound is found in refined copper prepared from 
antimonial ores, and renders it more cold-short than red-short. When 
copper of this description is dissolved in cold or slightly warmed nitric 
acid, the compound is left behind in very thin, regular, six-sided lamina, 
which are translucent and of a golden yellow colour. When heated, they 
become for the time brown and opaque. In the flame of Newman’s oxy- 
hydrogen blowpipe, they fuse into a black-brown glass; with borax they 
exhibit slight intumescence, and form a yellowish-brown glass, which 
turns greenish-blue when mixed with nitre. Strong hydrochloric acid 
dissolves them more completely than any other acid, (Hausmann & 
Stromeyer, Sehw, 19, 241.) ; | | 
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After deducting 


Copper-mica. Stromeyer, the remainder, 
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Nickeliferous Copper-mica.—Obtained from copper smelted at Goslar. 
After the copper has been treated with dilute nitric acid, the copper-mica 
is freed from arsenical oxide of antimony—proceeding from antimonide of 
copper previously contained in the copper, and decomposed by the nitric 
acid—by digesting it in a mixture of hydrochloric and tartaric acid. In 
this manner, 100 parts of highly micaceous copper yield 4:16 parts of 
pure copper-mica.—Pale greenish-yellow, translucent, strongly lustrous, 
regular six-sided lamin, which assume .a transient yellow colour when 
heated. This compound neither fuses nor suffers any alteration at a red 
heat. With carbonate of soda on charcoal, it yields a white brittle 
metal, and covers the charcoal with antimonic oxide. Heated in the 
outer blowpipe-flame with borax or microcosmic salt, it dissolves imme- 
diately and forms a light green glass. It is scarcely attacked by acids, 
excepting by concentrated hydrochloric acid, which dissolves it after 
long boiling. When hydrogen gas is passed over 100 parts of red-hot 
copper-mica, a quantity of water is obtained, corresponding to 18°19 per 
cent. of oxygen. (In this reaction, 2°55 parts of the mica—that which 
contains only nickel and no copper—appear to escape decomposition.) 
The residue is baked together, but still retains the form of lamina; it 
may be decomposed by nitric acid or by chlorine; in either case, the pure 
nickel-mica remains undecomposed. (Borchers, Pogg. 41, 335.) 
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Hence it would appear that this nickeliferous copper-mica contains not 
cuprous but cupric oxide. (Borchers.) 


C, Cupric ANTIMONITE.—Pale grass-green; becomes pistachio-green 
when heated; glows and turns white at a stronger heat. Insoluble in 
water. (Berzelius.) 


D. Cupric Antrmon1ATE.—Formed by precipitating blue vitriol with 
antimoniate of potash. Pale green, crystalline powder, which becomes 
blue-green when dry, and when gently heated, gives off 19°5 per cent, of 
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water, and assumes a greenish-black colour. At a red heat, it glows 
and becomes greenish white, after which it is not attacked either by acids, 
or in the humid way, by alkalis. When heated upon charcoal it defla- 
grates slightly, and is easily reduced to pale red antimonide of copper. 
Insoluble in water. (Berzelius.) 


E. Curprous SULPHANTIMONITE. —- Antimonial Copper-glance. —— 
Crystalline system, the right prismatic. Fig. 80, without the ¢- and m- 
faces; n’: 2=185° 12’ w:w=111°; w:t=129° 30’. Cleavage distinct 
parallel to the p-face, which is very much enlarged; less distinct parallel 
to p. (G. Rose.) Specific gravity 4478; harder than calespar; strongly 
lustrous; lead-grey inclining to iron-black; yields a black powder. 
Before the blowpipe, it decrepitates strongly and splits into lamina— 
fuses easily—-covers the charcoal with antimonic oxide, and ultimately 
yields a brittle metallic globule. With carbonate of soda, it yields a 
red-grey brittle globule, which, by continued blowing, is converted into 
metallic copper. (Zincken, Pogg. 35, 357.) 
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¥, Cupric SULPHANTIMONIATE.— Formed by mixing the solution of 
Sehlippe’s salt with a quantity of blue vitriol not sufficient to decompose 
it completely. The precipitate heated in a retort gives off sulphur, and 
leaves 80°98 per cent. of a fused residue probably containing 3Cu’S, 
2SbS*, (Rammelsberg, Pogg. 52, 226.) 


Rammelsberg. 
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If an excess of blue vitriol is used in the precipitation, and the liquids are 
mixed cold, a precipitate of variable composition is obtained; but on 
boiling the mixture (as in preparing the corresponding lead-compound) 
the precipitate is completely converted into 8CuS,SbO*. This substance, 
when treated with caustic potash, gives up its antimonic acid, and is 
converted into protosulphide of copper. When heated to redness in a 
retort, it fuses completely, gives off sulphuric acid and antimonic oxide, 
and leaves a blackish-grey metallic mass, apparently composed of 6(Cu’S), 
SbS*, (Rammelsberg.) The decomposition is probably as follows: 


3(8CuS, ShO*) = 2(6Cu2S,SbS?) + SbO? + 6SO2. 


G. AnTIMONIDE oF CoprpeR AND Potasstum. — Formed by roasting 
4 parts of tartar on a piece of earthenware, till only 2 parts remain, and 
fusing the residue for 2 hours in a powerful air-furnace, with 2 parts of 
powdered antimony, 2 copper-filings and 1 charcoal.—The alloy is violet, 
has a very laminar fracture, yields slightly to the hammer and is slightly 
volatile. Small pieces of it move rapidly on mercury, the surface of 
which is covered with a small quantity of water. (Serullas, Ann. Chim. 
Phys. 21, 199.) , 
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CoprpER AND TELLURIUM. 


A, TELLuRIpE or Coprrr.—Pale red. (Berzelius.) 


_ 8. Cupric Tenturire.—Siskin-green precipitate which is insoluble 
in water, turns black and gives off its water when heated, fuses easily, 
and solidifies on cooling to a black mass haying a conchoidal fracture, 
and yielding a greenish-brown powder. Before the blowpipe on charcoal, 
it is reduced, with deflagration, to pale red telluride of copper. It may 


be fused with 1 At. cupric oxide, the product being a black mass haying 
an earthy fracture. (Berzelius. ) 


C. Curric TELLURATE.—<a. Monotellurate.—Bulky, slightly translu- 


cent, sea-green precipitate. — 0. Bitellurate. Pale green precipitate. 
(Berzelius. ) 


D. Curric SunpHOTELLURITE. — 8CuS,TeS?. — Brown precipitate, 


black after drying, giving off sulphur by distillation, and leaving a metal- 
grey residue. (Berzelius.) 


CopPpER AND BismuTH. 


A. Au.oy oF BismuTH AND Coprrer.—Combination between these two 
metals takes place at a temperature below the melting point of copper. An 
alloy of 1 pt. copper and 2 bismuth begins to expand a considerable time 
after solidification. An alloy of 1 pt. copper and 4 bismuth throws out 
nodules and spherules as it solidifies—has a fine red colour and broadly 
laminar texture—but contains small globules enclosed within the lamine. 
(Marx, Schw. 58, 470.)—Copper alloyed with small quantities of bismuth 
remains ductile at ordinary temperatures; but when hammered, it be- 
comes so hard and brittle as to require a second ignition; and if the 
quantity of bismuth amounts to even 0°6 per cent., the alloy cracks on the 
edges when hammered at a red heat. (Karsten.) 


B. SuLPHIDE oF BismuTH AND Copper. — Copper-bismuth-glance or 
Bismuth-copper-ore.—lIn indistinct prisms and radiating; soft and pliable. 
Has a lead-grey colour, and yields a black powder.— When heated in an 
open tube, it gives off sulphur and a white sublimate, and afterwards 
enters into ebullition. Fuses easily before the blowpipe, covering the 
charcoal with a yellow deposit. With carbonate of soda, it yields a 
large button of copper. (Berzelius.) Dissolves in nitric acid with separa- 
tion of sulphur. © The following analysis does not admit of reduction to # 
formula. 
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CoprPpER AND ZINC. 


A. Axtoys oF Copper AND Zinc.—Brass, Tombac, Pinchbeck, Prince's. 
Metal, Similor, Mannheim Gold, Aurum mosaicum, according to the 
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proportions and purity of the ingredients.—Preparation. 1. By adding 
zinc to melted copper, whereupon some degree of explosion and scattering 
of the mass is produced. (Berzelius; A. Vogel; J. pr. Chem. 6, 344.) 
Or by fusing the metals together in a covered erucible, the zinc being 
placed below, and the copper in small pieces at top. For brass the pro- 
portion is 7 pts. copper to 3 zinc. Part of the zinc always burns away.. 
The fusion is performed in crucibles, seven of which are usually placed 
in a circular air-furnace.—2. By igniting copper in small pieces with 
zinc-oxide and charcoal powder. In this older method of making brass, 
roasted native calamine or furnace-calamine is ignited in covered crucibles 
with charcoal powder and copper, the latter being cut into small pieces or 
granulated.—3. Copper exposed at a red heat to vapours of zine 1s com- 
pletely penetrated by them, but does not lose its form.—L yons Gold-lace is 
prepared by exposing rods of copper to the vapour of zine, till they are con- 
verted into brass on the surface, and then drawing them out into wire. A 
copper coin placed in a crucible above a mixture of zinc-oxide and charcoal, 
and moderately ignited, is converted into brass without obliteration of the 
device.—4. By precipitation—In England, Spurious gold-wire is pre- 
pared by boiling copper-wire previously cleaned with nitric acid, with 
hydrochloric acid, cream of tartar, and a mixture of 1 pt. zinc and 12 
mercury. (Gilb. 49, 801.) —When blue vitriol, dissolved in 20 parts of 
water, is precipitated by zinc, the black flakes at first precipitated are an 
alloy of copper and zinc. (Bucholz and Meissner, WV. 7r. 3, 2, 87 e, 

Copper alloyed with a small quantity of zine exhibits a paler red and 
yellowish red colour; a larger quantity renders it yellow, the colour 
being brightest when the two metals are united in equal parts; a still 
greater quantity of zinc makes it white. (Lewis.) In certain proportions, 
the alloy of copper and zinc is more ductile at ordinary temperatures 
than pure copper, but generally brittle at a red heat. Very small quan- 
tities of zinc do not impair the ductility of copper at ordinary tempera- 
tures, excepting that, when thus alloyed, it sooner becomes hard and 
brittle by hammering, and therefore requires to be oftener heated to 
redness; but even 0°6 per cent. of zinc is sufficient to cause copper to 
crack when hammered at a red heat. (Karsten.)—The most ductile of all 
the alloys of copper and zine are those which contain 84:5 per cent. of 
copper to 15°5 of zine (tombac), and 71°5 copper to 28°5 zine (brass).—= 
The alloy formed of equal weights of the two metals cracks in rolling. 
An excess of zine renders the alloy brittle, the most brittle of all bemg 
that which contains 1 At. copper with 14 to 2 At. zine. (Karsten.)—Small 
quantities of lead diminish the ductility of the alloy; tin increases its 
hardness. (Karsten.) 

All alloys in which the amount of zine does not exceed 50 per cent. 
exhibit the reaction of copper towards acids and in the voltaic cireuit, 
and they do not precipitate the salts of copper. But alloys containing” 
excess of zinc decompose copper-salts, being thereby converted into per- 
fectly pure copper; they likewise dissolve completely in acids which 
have no action on copper alone, the solution taking place the more 
quickly as the excess of zine is greater. If the. quantity of acid is insuf- 
ficient to dissolve the whole, the copper first dissolved is reprecipitated, 
the liquid at length retaining nothing but zinc. (Karsten.) Brass turns 
red when rubbed with hydrochloric acid, because the acid dissolves the 
zine in preference to the copper; but when rubbed with ammonia, it turns 


white, because the ammonia dissolves out the copper. (Berzelius. )’ 
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Properties of Alloys of Copper and Zine, according to Mallet (Dingl. polyt, J. 85, 378.) 
1 At. Copper is assumed = 31°6, and 1 At. Zine = 32°3. 
At. Per cent. Spec. 
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Under Colour, 7. denotes red, y. yellow, gr. grey, silv. w. silver- 
white. Under /racture, c. gr. denotes coarse-grained, f. gr. fine-grained, 
f. f. fine fibred, c. conchoidal, v. vitreous. The numbers under Z'enacity, 
denote the weight in tons required to break a rod whose transverse 
section measures a square inch. Under Malleability, br. signifies brittle, 
v. br, very brittle, s. d. slightly ductile: the malleability is determined at 
the temperature of 15°5°. Under Hardness, the number 1 denotes the 
maximum.— The compound ZnCu°® is Prince’s metal or Bath-metat; 
ZnCu!t is German and Dutch brass; ZnCu’ is rolled brass; ZuCu’ is 
English brass; ZnCu is German brass; Zn*Cu is German brass for watch- 
makers. (Mallet.) 


Alloys of Copper and Zine used in the Arts. 


a. Tombac.— Obtained by adding zinc to melted copper. Pale 
yellowish-red, very ductile. Contains 84:5 per cent. of copper and 15-5 


of zinc. (Karsten, Pogg. 46,160; also J. pr. Chem. 16, 375.) Dutch 
metal is tombac in leaves 3355 of an inch thick. 
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a. Commercial tombac. (Karsten.)—d. Antique bracelet from a tomb at 
Naumburg.—c. Elastic Fibula with tongue, made in the Roman pattern, 
from a tomb at Konigsberg. d. Antique chain found at Ronneburg. 
(Gobel, Schw. 60, 407.)—The formula ZnCu’ gives 16°67 per cent, zine 
to 83°34 per cent, copper. oe | . 
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Pinchbeck, Prince’s metal, Similor, and Mannheim -Gold are alloys of 
similar characters in which the proportion of the two metals is not yet 
fixed. Older data: For Pinchbeck, 18 pts. copper, 1 brass, and 1 zinc; 
for Prince’s metal, 6 pts. copper, 1 zine; for Similor, 5 pts. copper, 1 zine, or 
82 pts. copper, 10 zinc, 8 tin; for Mannheim gold, 4 pts. copper, 1 zine. 

6. Brass.—Sometimes obtained by fusing together copper and zinc, 
sometimes by igniting copper with zinc-oxide and charcoal. The purer 
the copper, the greater is the quantity of zinc that may be added to it 
without diminishing its ductility. (Karsten.) Specific gravity from 7:8 
to 8:4. Very malleable in the cold; brittle at a red heat. 
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@ is commercial brass of unknown origin. (Karsten.)—d. The same. 
(Regnault.)—c. Brass from Neustadt Eberswald. (Kudernatsch, Pogg. 
87, 575.)—d. Brass from Augsberg; e. from England; f. from Heeger- 
muhle. (Lavater, J. pr. Chem. 3, 198.)—g. Brass from Romilly, very 
malleable, but too tough for the lathe; h. from Stollberg; 2. of unknown 
origin. (Chaudet, Ann. Chim. Phys. 5, 321; also Schw. 21, 350.) The 
formula Zn*Cu’ gives 28°57 per cent. zine to 71°48 copper. 

c. Mosaic Gold.—Prepared by fusing equal weights of copper and 
zine in a crucible at the lowest possible degree of heat, stirring constantly, 
and then adding a further quantity of zine in small portions, till the 
colour of the fused mixture, after passing through the various shades of 
brass-yellow, purple-red, and violet, has become perfectly white. The 
alloy, after casting in the mould and cooling, exhibits the colour of ducat- 
gold, and does not tarnish by exposure to the air, even in the neigh- 
bourhood of the sea. It contains from 52 to 55 pts. [no more?] zine to 
100 copper. (Hamilton & Parker, Zdinb. J. of Sc. 1826; also Schw. 
48, 151; also Pogg. 8, 78.) . 

d. Brass-solder.—2 pts. brass to 1 zinc; or if it is to be more ductile, 
6 pts. brass, 5 silver, and 2 zinc. 


B. Zinco-cupric CarBonate.—Aurichalcite.—Blackens and gives 
off water when heated. In the inner flame, it covers the charcoal with 
a coating of zinc-oxide; with borax and carbonate of soda, it yields a 
button of copper. Hydrochloric acid dissolves it readily and with effer- 
vescence. (Bottger, Pogg. 48, 495.) . 7 


Aurichalcite. Bottger. 
LAD antsite NMA eS P20 Nas SIGE EOE ataiee 45°84 to 45°62 
2 CUO We, isenisok peat he, keene 80 bs Sa ie Lane eS 23°19 4.8 eeeiao 
2C OF obits hom es ahh ena 44 1G Zo Gi Sain 16°06 ,, 16°08 
ILO: ¢ rag steered Tete Chanel ae 27 iS eet 9°05 oes 9°93 


a Misa aba ce SE eS 2 58 TE Oe LM EN A 
5(Zn0; CuO) 200? + 3Aquas..n OTT... 100700 kee: 10004. ,, 99°99 


Soe i ee el ale om td as Me =e Oe ee oe 
’ 


COPPER AND TIN. 481 

C. Zinco-cupric SunpHaTe.—Crystallizes from a solution containing 
an excess of zinc-sulphate, in the form of ferrous sulphate with 7 At. 
water, and from a solution containing excess of cupric sulphate, in the 
form. of the latter with 5 At. water. (Mitscherlich.)—Blue vitriol 
dissolves very slowly in a saturated solution of zinc-sulphate; but zinc- 
sulphate dissolves abundantly in a saturated solution of cupric sulphate; 


in both cases, the undissolved portion of the added salt is converted into a 
double salt. (Karsten.) 


D. SULPHATE OF CupRic OxipE, ZINC-oXIDE, AND Potasa.— 
Obtained in the same manner as the sulphate of cupric oxide, magnesia, 
and ammonia. (p. 463.) Pale blue crystals, having the form of sulphate 
of magnesia and ammonia. (Bette.) 


Crystallized: (KO, SO% + ZnO, S03 + 6Aq.) + (KO, SO + CuO, SO + 6Aq.) 


Bette. 
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CopPpER AND CADMIUM. 


AtLoy.—Formed by fusing the two metals together.—Light yellowish- 
white, very brittle, having a fine-grained, scaly structure. Contains 
54:29 pts. copper to 45°71 cadmium, which volatilizes completely at the 
melting point of copper. Even a small quantity of cadmium renders 
copper brittle. (Stromeyer.) 


CopPpER AND TIN. 


A. AtLoy oF CoprpEeR AND Tin.—-The arms of the ancients were 
sometimes made of Bronze, an alloy formed of a large quantity of copper - 
with a little tin—Obtained by fusing the two metals together, generally 
in a reverberatory furnace; if the mixture is not stirred, two distinct 
strata are very apt to form, containing very different proportions of the 
constituent metals. The combination of the metals in equal parts takes 
place without evolution of light and heat. (Gehlen.) 


Properties of Alloys of Copper and Tin, according to Mallet (Dingl. polyt. J. 85, 378). 
1 At. Copper = 31°6, and 1 At. Tin = 58°9. 
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At. Percent. Spee 9 ‘Tena- Mallea- Hard- Fusi- 
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For the abbreviations and the meaning of certain expressions, see the 
observations following the table on page 479.—a, 6, and c are gun-metal; 
dis hard brass for pin-makers; eto @ is bell-metal; & aud /, bell-metal 
for small bells; m, n, and 0, speculum-metal. (Mallet.) ees. 

a. Copper alloyed with a very small quantity of tin becomes so hard 
and brittle when hammered cold, that it requires to be again heated to 
full redness. (Karsten.) | 

6. 82 pts. copper to 1 tin: resists the solvent action of hydrochloric 
acid much more completely than pure copper, and is therefore adapted 
for the sheathing of ships. (Mushet, Phil. Mag. J. 6, 444.) 

c. 19 pts. copper to 1 tin: Golden yellow, hard, malleable. 

d. From 8 to 11 pts. copper to 1 tin: yellow and slightly malleable: 
~Gun-metal. The best proportion appears to be 9 pts. copper to 1 tin.— 
The alloy of 11 pts. copper to 1 tin appears uniform, after slow cooling, 
to the unassisted sight; but when examined with a lens, it appears to be 
composed of striated faces of a reddish alloy mixed with a white one. If 
it be more quickly solidified by pouring it into thick iron moulds, an 
alloy is obtained which appears perfectly uniform, even under the lens. 
When quickly cooled in water after continued strong ignition, it remains 
uniform; but if suffered to cool slowly after continued ignition, it becomes 
variable in composition, like that which has been slowly: cooled after 
fusion. Hence the alloy which is uniform at the melting heat, and 
likewise ata strong red heat, separates into two different alloys when 
slowly cooled. The large mass of acannon cannot be cooled, even by 
moulds which conduct heat well, suddenly enough to prevent the 
. formation of two distinct alloys, whereof the one that is richer in copper . 
solidifies first, while that which is richer in tin, containing 82'3. p. ¢. 
copper to 17-7 tin, partly rises to the top, and partly sinks into the 
mould. (Karsten, Schw. 65, 387.) a he ee 

e. 6:25 pts. copper to 1 tin: the densest of all the alloys; its specific 
gravity is 8°87. (Briche.) Bae 

f. From 4 to 5 pts. copper to 1 tin: Bell-metal. Yellowish-grey, and, 
when very slowly cooled from a red heat, very hard, difficult to file, 
sonorous, brittle, exhibiting a fine-grained fracture. When heated to 
redness, and then suddenly cooled by immersion in water, it becomes soft, 
and easy to file and turn, but may be hardened again by ignition and slow 
cooling. -The Chinese cymbals called Gong-gongs are made of this alloy. 
(Darcet, Gilb. 56, 104; further Ann. Chim. Phys. 54, 331.) Bell-metal . 
becomes malleable at a temperature not far below redness. (Wollaston, 
Gilb. 56, 106.)—An alloy of 4 pts. copper and 1'tin fused and then very 


slowly cooled, exhibits a striated surface, a dingy white, close fracture, — . 


and is very brittle. When poured out into cold iron moulds, it exhibits _ 
the same properties; but if immersed in cold water, after being kept for 
some time at a low red heat, it becomes yellowish-white and extensible. 
During the ignition, if somewhat too strong, white globules of an alloy 


Ann. Phil. 2, 209.) 
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richer in tin are seen to ooze out, but at a higher temperature, when the 
whole mass becomes liquid, they disappear. Hence the alloy appears to 
be resolved at a temperature below its melting point, into two other 
compounds, which, on slow cooling, reunite and form the brittle alloy, 
but remain separated if the cooling be more sudden. 

g. 3 pts. copper to | tin: reddish-white; very brittle; sp. gr. 8°879. 
(Chaudet.) With a small quantity of arsenic it forms a speculum-metal. 


-(Little.) 


h. 2 pts. copper to 1 tin: steel-grey, very hard. Remains uniform, 


even after slow cooling from a state of fusion. (Karsten.)—2 parts copper, 


1 tin, and 4, arsenic form a speculum-metal; so likewise do 64 pts. 
copper, 33 tin, 2°5 arsenic, and 8 brass. (Little.) 

a. 1 pt. copper to 1 tin: bluish-white like zine, slightly malleable, not 
very hard; specific gravity 8°468 (Chaudet), 8°79 (Briche). Remains 
uniform after slow as well as after sudden cooling. (Karsten.) 

k, 1 pt. copper to 2 tin: white, brittle. Uniform, even after slow 
cooling. (Karsten.) 

@. 1 pt. copper to 8 tin: bluish-white, exhibits a crystalline aspect and 
fibrous texture; cracks under the hammer. Specific gravity 7°812. 
(Chaudet.) 

m. 1 pt. copper to 3°6 tin=CuSn’.—In a tinned copper boiler, 
regular six-sided prisms were found to be formed, with indistinct cleavage 
parallel to p. (Miller, Phil. Mag. J. 6, 107.) Yellow-greenish-white; 
shining; ductile; of specific gravity 7°53; fusing at a red heat; slowly 
attacked by dilute, easily by strong nitric acid; dissolves rapidly in boiling 
hydrochloric acid. (Roth, Pogg. 36, 478.) 


Roth 
CO A ater 32 a ga 3 21°88 
Sie ee ae ae 418 ; CSR gi ear Ae cal 77°63 
CUSn ocssc thine TOO arte UU (eae 99°51 


m. 1 pt. copper to 10 tin: malleable to a certain extent, but cracks: 
under the hammer; specific gravity 7°472. (Chaudet.) es 
Boiling hydrochloric acid extracts tin from these alloys, and leaves a 


- compound containing a large quantity of copper with a small quantity of 


tin. (Chaudet, Ann. Chim. Phys. 7, 275.) 
Ancient and other alloys. 


a. b. c. d. e. S: 
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a.- Bronze from Celtic vessels, swords and spears. (Clarke, Ann. Phil. 
7, '73.)—b. Arrow-head from an Egyptian tomb.—c. Cast coffin from 
Altai, on the borders of China.—d. Another coffin. (Gobel, Schw. 
60, 407.)—e. Old bell at Rouen, known by the name of Cloche d’Argent.- 
(Gérardin, Ann. Chim. Phys. 50, 205.)—f. Chinese Gong. (Thomson, 


-_B. Cuprovs Srannate.—The solution of protochloride of tin in 
caustic potash forms, with cupric nitrate, a yellowish-green precipitate, 


which, if kept from contact with the air, turns yellow, and is subsequently 
212 
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converted into hydrated cuprous stannate. This compound, when ex- 
posed to the air, changes into hydrated cupric oxide and hydrated stannic 
oxide [ or into cupric stannate if (Leykauf, J. pr. Chem. 19, 129.) 


C. Cupric STANNATE.—Stannate of potash added to cupric salts 
throws down a green precipitate, composed of Cu0,Sn0?+ 3Aq. (Moberg.) 


.© Alloys which, besides copper and tin, likewise contain antimony, 
bismuth, or zinc : 


Hard Antique Antique Bronze 

Pewter. Brass. Wire. Weapon. for Castings. 
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a. The better sort of Pewter (comp. p. 103), in which 100 parts of tin 
are united with 8 antimony, 4 copper, and 1 bismuth.—é serves for the 
leaves with which the superfluous colour is removed from the cylinders 
used in calico-printing. (Berthier.)—c. Wire from a Livonian tomb. 
(Gobel.)—d. From a tomb in the ruined castle of Henneberg. (Fr. Jahn, 
Ann. Pharm. 27, 338.)—e. Bronze for castings intended to be gilt.— 
J. Bronze for other castings. (Mitscherlich. ) 


CoPpPpER AND LEAD. 


A. AtLoy or CoppER AND Leap.—Formed by fusing the two metals 
together at a strong red heat, and cooling rapidly, to prevent separation 
into two alloys. Reddish-grey, slightly malleable or brittle. Appears 
to be a mixture of two alloys, one containing more copper and fusing at 
a higher temperature, the other more lead and fusing at a lower tempera- 
ture: the latter flows out, when the metal is gently heated. If the alloy 
be heated with oil of vitriol, and the action interrupted at the proper 
time, the whole of the copper will be attacked, but the lead will remain 
unaltered. (Brault & Poggiale, J. Pharm. 21, 140.) Small quantities of 
lead diminish the ductility of copper, both at ordinary temperatures and 
at a red heat. Copper containing even 0:1 per cent. of lead may still be 
used for ordinary purposes, but cannot be formed into thin leaves or 
wires ; that which contains 0°3 per cent, of lead works better cold than 
hot, as in the latter case it cracks at the edges immediately. 1 per cent. 
of lead renders copper perfectly useless. (Karsten.) 


B. Currous Ox1pE witH LrapD-oxipE. —Lead-oxide may be made 
to unite with cuprous oxide by fusion. The compound is also formed— 
1. By fusing cupric oxide with a proportional quantity of lead; if the lead 
is In excess, a compound of lead with a small quantity of copper is imme- 
diately formed.—2. When copper is fused with lead-oxide, a quantity of 
the alloy of lead and copper being formed at the same time; part of the 
lead, however, remains unreduced, even when the copper is in very large 
excess. Any silver that may be present is completely taken up by the 
alloy. (Karsten, Schw. 66, 395.) 
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C. Cupric Oxipe witn LEAp-oxipr.—Produced in the form of a 


< eameanne fused mass in the cupellation of cupriferous silver with 
ead. 


D. SuLPHIDE or Copper AND Leap.—a. 1 part of galena heated to 
whiteness in a charcoal crucible with 1 pt. of disulphide of copper, yields 
a black radiated mass, resembling disulphide of copper.—d. One part of 
galena and 3 parts of disulphide of copper form a compound having a 
texture similar to that of galena itself. (Fournet.)—c. Copper fused even 
m great excess with galena, does not abstract all the sulphur, but forms 
an alloy of copper and lead, and a compound of sulphide of copper with 
sulphide of lead. (Karsten.) ? 


K. Ayposulphite of Cupric Oxide and Lead-oxide ?—Hyposulphite of 
lead-oxide and potash forms with acetate of cupric oxide, a light green 
precipitate, which turns dark brown on exposure to the air, and, when 
heated in a retort, is resolved into water, sulphurous acid, and a fused 
residue, which afterwards solidifies and presents a red surface. The 
liquid from which the precipitate has separated, contains copper and 
lead, and turns black when heated. (Rammelsberg, Pogg. 56, 314.) 


F. SELENIDE oF CoppER AND LEAD.—a. 4PbSe,CuSe. — Specific 
gravity, from 7°4 to 7°5. Reddish lead-grey, yielding a greyish-black 
powder. Decrepitates strongly when heated in a glass tube, yielding a 
sublimate of selenium, and fusing to a brownish-yellow liquid, which, 
after longer heating, solidifies in a black, tumefied mass. When heated 
on charcoal, it gives off a brown-red fume, with a strong odour of selenium, 
and fuses to a black slag, covering the charcoal, first with a metallic 
film, and then with a yellow film of lead-oxide. With borax it forms a 
pale green glass, and a malleable globule of metal containing lead. With 
nitric acid it behaves like 6. (Kersten, Pogg. 46, 265.) 


Kersten. 
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b. 2PbSe,CuSe.—Selenide of Copper and Lead, Selenkupferbler of 
mineralogists.—From Tilkerode: massive, of specific gravity 7:0, and 
fine-grained fracture, tending sometimes to the conchoidal, sometimes to 
the even. Of a lighter lead-grey colour and fainter lustre than selenide 
of lead; often with a brass yellow or violet tarnish; yields a grey powder. 
When heated in a glass tube open at both ends, it yields a sublimate of 
selenium and selenious acid, and fuses to a black slag surrounded with 
fused yellowish oxide of lead. (Zinken, Pogg. 3, 275.) Does not yield a 
sublimate of selenium when heated in a closed glass tube. (H. Rose, Pogg. 
3, 290.) From Tannenglasbach. Cleavage-plane apparently parallel to 
the faces ofa cube. Specific gravity from 6:96 to 7:04. Fine-grained, 
very much like granular galena, but of a darker lead-grey colour ; yields 
a greyish-black powder. When heated in a closed glass tube, 1t decre- 
pitates slightly—yields a sublimate of selenium (which, after strong and 
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continued ignition, amounts to 4°7 per cent., that is to say, to half the 
quantity of selenium combined with the copper)—swells up, and fuses to 
a translucent mass, which on cooling turns black, but exhibits a yellow 
colour on the edges, solidifies after long-continued ignition, and exhibits 
copper-coloured specks on its surface. -When heated in an open glass 
tube, it likewise emits a faint odour of sulphurous acid, and yields a 
sublimate of selenium, which is afterwards converted into selenious acid. 
On charcoal it gives off a brown-red fume with a strong odour of selenium 
—forms a shining, blackish-grey deposit, and afterwards, nearer to the 
heated substance, a yellow deposit—and leaves a black slag, copper- 
coloured in parts. In the inner flame, it imparts a beryl-green colour to 
borax, and yields a grey, malleable button of metal. Dissolves in cold, 
moderately strong nitric acid, forming a greenish-blue solution, and leaying 
a residue of selenium. (Kersten.) 
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c. PbSe,CuSe. — Selenide of Lead and Copper, Selenbletkupfer of 
mineralogists. Found in small fragments. Specific gravity 5:6. Very 
soft, somewhat malleable. The colour on a recent fracture is between 
lead-grey and violet, or perfectly violet (the violet pieces give off selenide 
of mercury when heated—H. Rose). Behaves like 6 before the blowpipe 
——fuses, however, with still greater facility. (Zinken.) Does not evolve 
selenium when heated in a closed glass tube. (H. Rose.) 


H. Rose. 
Selenbleikupfer. From Tilkerode. 
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When selenide of lead is fused with diselenide of copper (prepared by 
strongly igniting copper with selenium), a compound is obtained, which 
fuses more readily than diselenide of copper; this compound is capable of 
taking up an additional quantity of selenium, which it does not give off 
when heated to redness in close vessels. (H. Rose.) 


G. CuroMATE oF Cupric Ox1pE AND Leap-ox1pE.— Vauquelinite.— 
Belongs to the oblique prismatic system. Very small needles and stalac- 
titic masses. Specific gravity from 6°8 to 7:2. Harder than gypsum. 
Has an adamantine lustre; is translucent, and of a blackish-green colour 
inclining to olive-green, siskin-green, and yellow; powder siskin-green. 
On charcoal before the blowpipe it swells up slightly, and then fuses with 
strong intumescence to a dark grey bead, having the metallic lustre and 
surrounded with small granules of metal, In carbonate of soda on 


ie 
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platinum wire it dissolves with effervescence, forming a clear, green glass, — 
which becomes yellow and turbid on cooling, and colours water yellow 
by giving up chromate of soda to it. With carbonate of soda on char- 
coal, it sinks into the charcoal, and yields granules of lead by levigation. 
When fused in a small quantity with borax, it dissolves with intumes- 
cence, and forms a green glass, which, if subjected to the action of the 
inner flame, and then left to cool, becomes red, opaque red, or black, 
according to the quantity of the mineral; a large quantity of the mineral 
forms a black bead with borax immediately. With microcosmic salt it 
behaves as with borax. (Berzelius.) With nitric acid it forms a dark 
green solution, and leaves a yellow residue, 


Berzelius. 
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H. ANnTIMONIDE oF Copper anD Leap.—A sample of type-metal, of 
better quality than ordinary, was found to contain 50 per cent. lead, 22°23 
copper, 27°77 antimony, and a trace of iron. (Lassaigne, J. Chim. Méd. 
18, 78.) 


I, SULPHANTIMONITE OF CoppER AND LEap.—a. Bournonite.—Crys- 
talline system the right prismatic. /%g. 61, and a right rectangular prism 
acuminated with the faces a, y,and2 Of specific gravity 5°7..,5°8, and 
the hardness of calespar. Dark steel-grey, yielding a black powder. 
Heated in an open tube, it gives off sulphurous acid and a strong white 
fume, part of which settles on the lower side of the tube in the form of 
infusible and non-volatile antimonite of lead-oxide, the rest on the upper 
part in the form of volatile antimonic oxide. On charcoal it fuses and 
emits a fume, and if the heat be continued, solidifies in the form of a black 
bead, which, when subjected to the action of a stronger blast, covers the 
charcoal with oxide of lead, and changes to a slag, in which fluxes show 
the presence of a large quantity of copper; this slag, after the lead has 
been extracted from it by carbonate of soda, may be converted into a 
button of copper. (Berzelius.) The mineral, treated with nitric acid, 
forms a blue solution, with separation of sulphur and antimonic oxide. 
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2PbS, Cu’S+SbS?; or 4PbS, SbS*-+2Cu’S, SbS?; or 2(3PbS, SbS*)+ 
3Cu’S, SbS*. . 

a. From Pfaffenberg on the Harz;—d. from Huel-boys;—e. from Corn- 
wall;—d. from Klausthal;—e. from Alais;—f from Mexico. The massive 
Bournonite from Freiberg (Fr. August), of specific gravity 5°752, contains 
0-122 per cent. of silver, and the crystallized variety from Beihulfe near 
Freiberg, of specific gravity 5°600, contains 0'127 per cent. of silver. 
(Weissenbach, J. techn. Chim. 10, 224.) 
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6. Antimonial Copper-glance, or Prismatoidal Copper-glance.—Crys- 
talline system the right prismatic. Fig. 61 with ¢- and 7-faces; cleavage 
parallel to ¢ Specific gravity 5:7 (5°782, Schrétter). Harder than 
gypsum. Blackish lead-grey, yielding a powder of the same colour. 
(Mohs.) Heated in a glass tube, it gives off water, sulphur, and sulphide 
of arsenic, and leaves a red-brown slag. Heated on charcoal, it effer- 
vesces, deposits a yellow and white film, and fuses to a lead-grey metallic 
bead, which, after continued roasting, yields a button of copper with 
carbonate of soda. (Schrétter, Zeitschr. Phys. Math. 8, 284.) 


Antimonial copper-glance. Schrotter. 
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2PbS,4CuS,SbS3,AsS*; or 2PbS,AsS?+ 4CuS8,SbS?2 


K, SuLpHipe oF Bismuru, Copper, AND Leap.— Weedle-ore.—Six- 
sided needles, with longitudinal cleavage. Specific gravity 6°12 
(Karsten), 6°757 (Frick). Soft and with a mild lustre. Steel-grey, 
yielding a blackish-grey powder. When heated in an open tube, it yields 
_ sulphurous acid and a white deposit, fusing into clear drops and partly 
volatile, and leaves a metallic granule surrounded with fused black oxide, 
which becomes transparent and greenish-yellow on cooling. The metallic 
globule gives a slight copper reaction with fluxes, and yields a granule of 
copper after long blowing. Needle-ore melts and fumes upon charcoal, 
covering it with a yellow deposit, and yields a metallic globule having 
the appearance of bismuth. (Berzelius.) Dissolves in nitric acid with 
separation of lead-sulphate and a small quantity of sulphur. 


Needle-ore. , Frick. John. 
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The formula corresponds to that of Bournonite (p. 487), excepting that 
Sb is replaced by Bi. : 


L, Attoy oF Coprrr, Leap, Tin, anp Zinc.—a British Bell-metal 
contains 5°6 per cent. zine, 10-1 tin, 4°3 lead, and 80-0 copper. (Thomson, 
Ann. Phil. 2, 209.)--b. Biddery ware is produced in India by combining 
2 pts. tin, 4 lead, and 16 copper, and fusing 3 pis. of the resulting alloy 
with 16 of zinc.. (Wilkins, Ann. Phil. 2, 471.) 3 
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A. Attoy or Copper anp Iron.—Combination between these two 
metals takes place with difficulty.—100 parts of copper may be made to 
unite by fusion with any quantity of bar-iron from 1 part to 100 and 
_ upwards. The intensity of the copper colour increases till the quantities 
of the two metals become equal; but the more the quantity of the iron 
exceeds that of the copper, the paler does the alloy become on the fractured 
surface. The alloy of 2 pts. copper to 1 iron has the greatest tenacity; if 
the proportion of iron be increased, the hardness increases but the tenacity 
diminishes, and the fracture then becomes laminar.—From ores containing 
the sulphides of iron and copper, the following alloys containing different 
proportions of the two metals may be prepared. One alloy of this kind 
“was copper-red on the outer surface, had a pale uniform fracture, and was 


magnetic. Another exhibited externally a copper-red colour inclining to - 


grey; had a deep copper-coloured and laminated fracture; was magnetic, 
and interspersed with isolated granules of copper and a few granules of 
iron. A third was iron-coloured, hard; had a laminar fracture; was strongly 
magnetic; and exhibited isolated granules of copper and numerous 
granules of iron. (Mushet, Phil. Mag. J. 6, 81.)—According to former 
statements, the alloy of copper and iron is grey, slightly extensible, more 
difficult to fuse than copper, and magnetic even when it contains only 54; 
part of iron. The brittleness of iron at a red heat appears sometimes to 
proceed from admixture of copper. 


B. CarBipE oF Copper AND Iron.—Carbon interferes with the 
combination of iron and copper. (Mushet.) Copper impairs the quality 
of steel (Faraday & Stodart); and in the proportion of 2 per cent. 
renders it brittle (Bréant).—a. 19 pts. of steel fused with 1 part of 
copper form an alloy having a radiated crystalline surface, harder than 
cast-steel, but not available for the ordinary purposes of steel, inasmuch 
as it will not take an edge; the presence of copper in the alloy is apparent. 
—b. 10 pts. steel with 1 copper. Less crystalline, hard, and brittle; 
exhibits a few isolated specks of copper.—c. 5 pts. steel to 1 copper. 
Less intimately combined, has a granular fracture, and exhibits a copper 
colour on the filed surface.—d. 3 pts. steel to 1 copper. Part of the 
copper settles down below the steel, and separate particles of copper are 
likewise seen on the fractured surface.—White cast-iron behaves with 
copper in the same manner as steel, but the combination is less intimate, 
and the quantity of copper taken up does not exceed 35; grey cast-iron 
takes up still less. (Mushet.) 


C. SuLpH1pE oF CopreR AND Iron.—a. Purple Copper, Variegated 
Copper, Phillipsine. —Cubes and cubo-octohedrons, with indistinct 
cleavage parallel to the octohedral faces. Specific gravity 4°9 to S:l. 
Hardness equal to that of calespar. The colour of the recently fractured 
surface is between copper-red and pinchbeck-brown, but it quickly 
acquires a particoloured tarnish; powder greyish-black.—Does not give 
off sulphur when ignited out of contact of air; when heated in an open 
glass tube, it yields a large quantity of sulphurous acid, but no sublimate. 
Heated on charcoal before the blowpipe, it acquires a dark tarnish, then 
becomes black, and red on cooling. Fuses easily to a brittle globule 
which becomes magnetic after sufficient blowing, and appears greyish-red 
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on the fractured surface. When roasted for a considerable time and then 
treated with a small quantity of borax, it yields a button of copper; and 
if fused with carbonate of soda after the sulphur has been completely 
expelled, it yields separate granules of copper and iron. After roasting, 
it exhibits with fluxes the reactions of cupric and ferric oxide. (Berzelius.) 
When moistened with hydrochloric acid, it colours the blowpipe-flame 
blue. 

The analyses of Purple Copper lead to no general formula, Lither 
there are. different varieties of Purple Copper to be distinguished, or it 
must be supposed that there is but one kind, probably Fe,3Cu, 3S (since 
the crystallized mineral exhibits this composition), but that this mineral 
is altered in composition by admixture of variable quantities of disulphide 


of copper, Copper-pyrites, &ec. 


The analyses correspond to the following 


calculations: 
At. I. a. At. II, b. 
EG Sreles 4 112 17°95 17°36 lo 2S) das. LS eee Se 
CM cits 11 352 56°41 56°10 Bans OMY wa Oe 56°76 
SO Bahai 10 160 25°64 25°81 Do ee 27°91 28°24. 
Quartz we 0°12 
624 .... 100°00 99°39 172. =—«.... 100°00 99°84 
At. III, C. At. IV. d. 
Blea sin 2 56 14°89 14°84 1... 28 13°70 14:00 
ree. 7 224 59°58 58°20 4... 128 62°75 61:07 
as 6 96 25°53 26:98 3... 48 23°55 23°75 
Quartz eg ee RAG at 0°50 
376 .... 100°00_ .... 100°02 204 .... 100°00 99°32 
At. V. é. Ts g. 
sree 1 28 1-11 11°81 11°57... 11°53 
Cu hse 160 63°50 63°34 63°03 62°70 
aie 4 64 25°39 24°70 25°06 25°70 
Quartz oa 0°03 
252 =~... 100°00 99°85 99°66 99°96 
At. VI. h. i. k 
Be aa 1 28 7°69 7-54 7-9 7°13 
ite 8 256 70°33 69:73 70-0 70°44 
Big 5 80 21°98 22°65... - 200 22°43 
364. .... 100°00 99°92 97°9 . 100°00 
At. VII. l. 
Me” ek ssdies 1 28 aN 6°8 6:41 
Cay ase 9 288 69°9 Ny 71:00 
Meh ened Pe 6 96 23°3 22°58 
412 LOO 7. 99°99 


a. is massive Purple Copper from Martanberg in Dalarne. (Plattner, 
Pogg. 47, 351.)—6. Crystallized, from the Condurra mine in Cornwall. 
(Plattner.)—c. Cubes from a locality unknown. The difference between 
this analysis and that of 6, is perhaps due to admixture of cupric oxide. 
(Varrentrapp.)—d. Purple Copper from Ross Island. (Phillips.)—e. From 
Westmanland. (Hisinger.)—/f. Massive, from the Woitzki mine on the 
shores of the White Sea.—g. From Bristol in Connecticut. (Bodemann.) 
—h. Massive, from Hisleben. (Plattner.)—7. From Nadaud. (Berthier.) 
—k. From Montecastelli, (Berthier.)—/. Massive, from Sangershausen. 
(Plattner.) | 
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__From the above calculations I. to VI. two sets of formule may be 
deduced, accordingly as we suppose the Purple Copper to contain FeS, or 
as Plattner prefers, Fe?S*. ; 

Calculation I, gives: 4FeS,CuS+5Cu’S. To make the second 
formula applicable in this case, Plattner supposes that the ore contains 
FeS as well as Fe?S?, 

Calculation II. gives FeS, CuS+Cu?S8; or, Fe’S*+ 3Cu’S. 

Calculation III. 2FeS,CuS + 3Cw’S; the second formula is inapplicable. 

Calculation IV. FeS + 2Cu’S; the second formula is inapplicable. 

Calculation V. FeS, CuS+2Cu’S, or Fe?S?+ 5Cu’S. 

Calculation VI. FeS+4Cu’S, the second formula is inapplicable. 

Calculation VII. FeS, CuS + 4Cu’S, or Fe?S?+ 9Cu’S. 

Since the supposition that the mineral contains FeS, produces the best 
accordance between the calculated and analytical results, we may fairly 
give it the preference. 

Purple copper heated in a current of hydrogen suffers some loss of 
weight; viz., a, from 2°19 to 2°59 per cent.; f, 2°06 to 2°66; h, 0°86 to 
1°03; and 7, 1:0 to 11 per cent. This loss proceeds partly from sulphur, 
Fe’S* being converted into FeS [or 2CuS into Cu’S], partly from oxygen 
contained in oxide of copper accidentally present, in which case, particles 
of reduced copper are found after treating the mineral with hydrogen gas. 
(Plattner.) 

6. Copper-pyrites.—Crystalline system the square prismatic. Primary 
form, Fig. 23; ¢:e'=109° 54’; e:e’=108° 40’; Fig. 24, irregular tetra- 
hedrons produced by obliteration of the four alternate faces of Fig. 23. 
Acute octuhedron, Fig. 21, ¢:¢’=126° 11’, and other forms. Specific 
gravity 4°16. Of the hardness of fluorspar. Does not give sparks with 
steel. Brass-yellow, often with a variegated tarnish; yields a greenish- 
black powder. — Before the blowpipe, it behaves like purple copper. 
(Berzelius.) Dissolvyes in aqua-regia with separation of sulphur, less 
readily in nitric acid.— When heated to redness in a charcoal crucible, it 
gives off 9 per cent. of sulphur. (Berthier.) 

100 parts of copper-pyrites ignited with 50 parts of litharge, fuse 
with intumescence and separation of 6 parts of ductile lead, into a pasty 
mass which solidifies to a brown glassy slag on cooling.—With 100 parts 
of litharge, the mass boils up, yields 35 parts of lead, 11:5 of a grey 
substance, and a glassy slag on the top of all With 200 pts. litharge; 
49 pts. lead, a small quantity of grey matter upon that, and a translucent, 
dark brown-red slag as the uppermost stratum.—With 300 pts. litharge: 
The mass fuses readily, almost without ebullition, yielding 72 parts of 
lead and a dense, shining, light grey slag. Hence, in the separation of 
gold from auriferous pyrites, it is necessary to use about three times the 
weight of litharge, in order to ensure the complete formation of the slag. 
(Berthier, Ann. Chim. Phys. 39, 256.) 


H. Rose. Phillips. Hartwall. 
Copper-pyrites. a. b. c. d. e. 
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Berthier.. Quesneville. 

ww ee, 

‘ g. h. k . mM. 

Peak 29°2 ple 30:0 Sot ae Hoe Oo “iy gone “aa 

Chie ot 32°6 ve OND ee SONS. OS a a hi ee: i St Se eee BOR 

eee OAL) 36°3 32°O gts ce GOO Oy Yada k OTS. bid. S Geta wer ore 
Matrix ... a°2 2°6 1°6 20 

97°0 vce (99°91... 9 9798)" 8 986 OL OBS Song ae = 98*5 


a. Crystallized copper-pyrites from Ramberg in Saynia.—bd. Crystallized 
copper-pyrites from Furstenberg. The crystallized copper-pyrites from 
Freiberg has the same composition. (Gib. 72, 185.)—c. Crystallized — 
copper-pyrites.—d. Botryoidal copper-pyrites.—e. Copper-pyrites from 
Orrijarfvi.if. Massive copper-pyrites from Allagne.—g. from Allevard. 
—h, From Saxony.— 7%. Of unknown origin. —. From Combelles,— 
~. From Sainbel.—m. From Baigorry. | wage 

The formula of copper-pyrites is either FeS,CuS, or Fe?S?, Cu’s. 
H. Rose gives the preference to the latter. | 


D. FERRoso-cupric SULPHATE.—G'reen-vitriol containing copper.— 
Known in commerce by the names of Hagle, Double Eagle, Admont, 
Salzburg, and Baireuth Vitriol. It is sometimes formed by dissolving 
copper in the solution of green vitriol obtained by the weathering of white 
iron-pyrites, the ferrous oxide contained in the solution taking up oxygen 
from the air, and transferring it to the copper. The crystals of this salt 
have the form of green vitriol when they contain 9 per cent. of that 
compound, and the form of blue vitriol when they contain less than 9 per 
cent. of the iron-salt. (Beudant.) Those crystals which have the form of 
green vitriol contain 7 atoms of water. (Mitscherlich.) Their colour 
inclines to green or blue, in proportion as the iron or the copper predomi- 
nates in their composition. ft phd 

For analyses of commercial cupriferous green vitriol. (Vid. Ficinus, Kastn. Arch, 
10, 481; Heeren, J. pr. Chem. 11, 378.) 


E. SULPHANTIMONITE OF CoppER AND Iron. -- Tf ahl-ore, Grey 
Copper.—The antimony is partly replaced by arsenic in Light Grey 
Copper, completely in Zennantite; part of the iron is also replaced by zinc, 
and in Quicksilver Fahl-ore by mercury. In Silver Fahl-ore part of the 
iron is replaced by silver.—The mineral belongs to the regular system of 
crystallization, Migs. 2, 13, 14, 15, 16, and other forms. Cleavage indis- 
tinct parallel to the tetrahedral faces. Harder than calespar. 

a. Tennantite—(Containing arsenic, but no antimony.) gs. 2, 3, 4, 
6,8,and 18. Specific gravity 4°375. Lead-grey inclining to iron-black. 
Before the blowpipe it decrepitates, burns with a blue flame and arsenical 
fume, and fuses to a magnetic slag. 


At, Kudernatsch. Phillips. Hemming. 

Feo eon Lede Rye, Sesame trainee ce pre Rear sea oe SET, hag Me DY thd ee eee 
Le noe seks seni RR osc anes trace . 
CW a a8: Mae Boe eek 46 ome oes. £3°94.5 SAAD Oe NM) ae Gore 
RTO dae 2 5? ait LOU cae LOO ake 19°10 Wie A Bde om ees 
Siesees poe ty OAS tere POA we 2 ee PRE le EA Ns Tear Rare. Ve 
Quartz ... mie Miami! 5 AER (Ut Ot Sn DOO F..5. 5°0 

FOS et HL 00800. «Masbate 99°45 .... 100°16.... 100°9 


(FeS + 3CuS) + 4CwS + 2AsS* = 4[7Fe,$Cu)S], AsS? + 4Cu?S, AsS8. 


Weissenbach found in Tennantite from Cornwall, 0-017 per cent. of silver 
and 43°8 of copper. 
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B. Light Grey Copper.—(Containing a large quantity of arsenic in 


addition to antimony.) Specific gravity about 4°5 or 4:7. Steel-grey 
inclining to lead-grey; yields a black powder. 


H. Rose. H. Rose. 
At. a: At. b. 

Pie <x. Wet tee Lode YO ose oon 8 S569 AON. Sere et oon ee. Shae 

Pent 8 Min aaa, 4°68) 4 2, 4°66 Oy ee 2A eto Ft OO 

ABR. es =a Je Sie WGirs 0 Liber el OS apts Scie 2°37 

Cu .... 11448 .... 1888 .... 39°45... 40°60 114+48.... 1888... 37°99 .... 38°63 

Sb... 5 va Ofooge Lo 46? 7 ee 46 Fo tin DUS sunt LOTS PoE ae 

Ag... Fala 5 pion’ dal LLY am, eae 1) Bl cee OED grtiien 6 ae he ae 

Ree Sn: 34° SS 18445 SR 08 9 9658 84°52 oY W844 tee 27045. eGsa 
Quartz pat ae So 41 

4786 .,..100°00 .... 99°44 4970 ....100°00 .... 98°71 


a. From Markirchen in Alsace=(5ZnS, 8FeS, 11CuS) +24Cu*S + 
(5SbS*, 7AsS*) = 4[ (,8,Zn, 8Fe,11Cu)S8] + (Sb, +As)S*+ 4Cu’S, AsS*,— 
6. From Gersdorf near Freiberg=(4ZnS, 8FeS, 1AgS, 11CuS) 4+ 24Cu’S + 
(7SbS*, 5AsS*)—4[4,Zn, 58 Fe, 1Ag, 11Cu)Sb]S*+4Cw’S(a8b, As), S°.— 
According to Weissenbach, 6 has a density of 4°722, and contains 1°77 
per cent. of silver and 38°5 of copper. 


y. Dark Grey Copper.—(Containing little or no arsenic associated with 
the antimony.) Specific gravity 4°7 to 4°9. Colour iron-black inclining 
to steel-grey. When rich in zinc, it yields a dark red powder; e. g., 
a, b,c. 


H. Rose. H. Rose. 
At. a At, b. 
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a. From the Aurora at Dillenburg; sp. gr. 4°846; contains 0°56 silver and 
38°5 copper. | 
. (6ZnS, 2FeS, 8CuS) + 16Cu2S + (7Sb83, AsS*) = 
4[ 8. Zn, 2Fe, § Cu)S], SbS? + 4Cu’S(2Sb, ZAs)S*%. 


6. From Kapnik in Hungary; sp. gr. 4°75; contains 1:01 per cent. silver — 


and 37°6 copper. (Weissenbach. ) 
(10ZnS, FeS, 11CuS) + 22Cu’S + (9SbS3, 2AsS?) = 
4[19Zn, 3Fe, 14Cu)S], ShS? + 4Cu’S, (7,S8b, 4As)S*. 
c. From Zilla near Clausthal: | 


(5ZnS, 2FeS, 1AgS,4CuS) + 12Cu’S + 6SbS? = 
4[3Zn, Fe, Ag, 7,Cu)8], SbS + 4Cu’s, SbS*, 


are! 
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Bromeis, = "Sander. 
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d, Massive Fahl-ore from Durango in Mexico: 
(1ZnS,1FeS,2CuS) + 4Cu’S + 2SbS3 = 4[1Zn, 4Fe, Cu)S], SbS3 + 4CuwS,SbS3. 
é. Crystallized, from Clausthal: : 
(2ZnS,1FeS,3Cu8) + 12CwS + 38bS3 = 4[2Zn, 1Fe, 3Cu)S],SbS? + 4CwS, SS. 
. Silver Fahl-ore—(Dark grey copper rich in silver.)}—a. The 
Graugiltigerz of Wolfach forms dodecahedrons with tetrahedral and cube- 
faces, and of specific gravity 5:007. (Weissenbach.)—b. The so-called 


Crystallized Werssgiltigerz from Freiberg occurs in tetrahedrons and yields 
a black powder. (H. Rose.) | 


At. H. Rose. Klaproth. | 
Liki te A Pa OG ie a sored. bop 3°10 
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SS caetds ee 56 896 20°36 21°17 
4404 ww. 100°00 fea 98°87 
Graugiltigers : 
(3ZnS8,4FeS,5AgS)+-12Cu°S-+6SbS? = 4[ (4, Zn, 4,Fe, 7zAg)S]SbS*-+-Cu?S, SbS3. 
Weissgiltigers : 


(2ZnS, 12FeS,2Ag8) + (54Ap°S, 101Cu2S) + 128bS? — 
4[ (,°;Zn, +2Fe, 2, Ag)S],SbS?+ 4[ (43 Ag", 21Cu)S],SbS3. 


Tt is here assumed that the greater part of the silver contained in 

Werssgiltigerz is in the state, not of protosulphide of silver, Ags, but of 

disulphide, Ag*S, and replaces part of the copper. (vid. inf.) 
With respect to another variety of Weissgiltigerz, which does not appear to belong 


to Fahl-ore, vid. Weissenbach (J. techn, Chem. 10, 215), and with respect to different 
varieties of White Copper-ore, vid. Breithaupt, Pogg. 58, 281; 59, 325). 


«. Quicksilver Fahl-ore.—(Dark grey copper, containing mereury. )— 
a. From Val di Castello. Massive, of specific gravity 5:092, iron-black; 


FAHL-ORE. Rare 


yields a dark red-brown powder. When heated alone in a glass flask, it 


yields a small quantity of a red-brown sublimate, but with carbonate of 
Soda it gives off mercury. Heated in an open glass tube, it evolves 
sulphurous acid and antimonic oxide. On charcoal it fuses readily, 
depositing an areola of zinc-oxide near the assay, and of antimonic oxide 
at a greater distance. Completely decomposed by aqua-regia and like- 
wise by nitric acid, though less quickly. (Kersten, Pogg. 59,131.)—d. From 


Kutterbach near Iglo. (H. Rose & Scheidthauer, Pogg. 58, 161.) 


Kersten. Scheidt- 

At. a At. b. hauer. 
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a. = (6Zn8,3F eS, 1 Hg8, 6CuS) + 16Cu’S + 88bS? 
= 4([(,°Zn, 7; Fe, 7sHg, ;jCu)S],SbS* + 4Cu’S, SbS*%, 
b. (1ZnS, 8FeS,4HgS, 9CuS) + 22Cu’S + 8SbS3 + 3AsS? 


Al (s's Zn, 33 Fe, 22 Hg ? g2Cu)S], SbS? "hi 4Cw’S, (rt Sb, 7 As) s*. . 


In the preceding calculation of the several varieties of Fahl-ore, the 
following general formula has been assumed as the foundation: 


4MS, RS* +4M?S, RS. 


MS denotes the protosulphides of zinc, iron, mercury, silver, and copper} 
M’S, disulphide of copper and sometimes also disulphide of silver (a 
compound not known in the separate state, but analogous to the dioxide 
of silyer and therefore possible). RS*is tersulphide of arsenic or anti- 
mony. Almost all the calculations correspond very nearly to the 
analytical results, excepting that the analyses generally show a deficiency 
of sulphur, arsenic, and antimony,—these substances, in Rose’s method of 
analysis, having been converted, by treating the mineral with chlorine, 
into volatile chlorine compounds, which it was difficult to condense 
completely. ee aL 

H. Rose, to whose admirable investigations we are primarily indebted 
for the more exact knowledge of the stoichiometrical composition of Fahl- 
ore, assigns to it the formula: 


4MS, RS?+2(4MS8", RS"), 


This formula, however, is not so simple as the preceding; moreover, in the 
case of Silver Fahl-ore, it requires that the atomic weight of silver be 
reduced from 108 to 54, and consequently, that the compound hitherto 
regarded as protosulphide of silver, AgS, be considered as a disulphide, 
Ag’S, so that in the second term of the formula, 2(4M’S,RS*) it may be 
able to take the place of the deficient Cu’S. Since, however, silver-oxide 
is isomorphous with potash and soda (I. 88), this halving must likewise 
be extended to the atoms of potassium and sodium, a change which would 
considerably complicate the formule of their compounds. ; 
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. F, Attoy or Coprrr, Iron, anp Zinc.— 80 pts. zine, 1 pt. copper, and 
1 pt. cast-iron from Sorel’s White Brass. This alloy. has the aspect and — 
fracture of ordinary zinc; is as hard as copper-and tougher than cast-iron; 
miay be turned, filed, and bored; and does not rust even in damp situations. 
(Berthier, Pogg. 52, 344.) : | 
G. SULPHOSTANNATE OF IRoN AND CoprER.—T'in-pyrites.—Specific 
gravity from 435 to 4:454; harder than calespar; steel-grey inclining to 
brass-yellow; yields a black powder.—When strongly ignited upon char- 
coal, it fuses, with evolution of sulphurous acid and formation of white | 
stannic oxide, which covers the assay and the parts of the charcoal — 
nearest to it, and cannot be removed.by continuing the blast. After long 
roasting on the charcoal, it yields a brittle metallic globule, which colours 
fluxes like iron and copper. When fused, after continued roasting, with 
a mixture of carbonate of soda and borax, it yields a hard, pale red, 
somewhat brittle globule of metal. (Berzelius.) Nitric acid dissolves it 
readily, forming a blue solution and separating stannic oxide and sulphur. 


Tin-pyrites from Cornwall: 


At. Kudernatsch. Klaproth. Johnston. 
TOR cine ai a Ra 1°77. can eae LOS EE 
te ce Ma coated YS Wi a hy Et He 12°442) 2 12 "0a 4:79 
Cusine AO re OO nes a ke Ofte ai 29°39 ae 30:0 tie 23°55 
Serer D Xe ber OU eee teen ee ee 25°55 an 26°5 ee 31°62 
lta a aE eo Ne eae Or | ee 29°64 = we 30° Sigie es 2Orgs 
Matrix cote Nae cay 1°02 
430. .... 100°00 ae 99°81... ¢ 99°00" 40000" 


2¥ eS, SnS?-+ 2Cu’S, SnS*.—According to Weissenbach, the Cornish Tin- 
pyrites contains 0:02 per cent. of silver and 28 per cent. of copper; that 
from Zinnwald, 0-017 p. ¢. silver and 24°6 p. c. copper. 


CopPpER AND COBALT.» 


CoBALToso-cupRic SULPHATE.—Long, oblique rhombic prisms, like 
those of green vitriol, and with very nearly the same angles. [Green 
vitriol, however, contains but 7 atoms of water, and this salt contains 
10 atoms.| Dark bottle-green by reflected, but rose-red by transmitted 
light; has an astringent metallic taste, and is easily soluble in water. 
(Liebig, Schw. 47, 495.) 


A Crystallized. Liebig. 
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2(CuO, SO? + 10Aq.) +CuO0,SO?+10Aq. 505... 10000 wi... 98°76 


According to Mitscherlich, this salt, when it contains an excess of cobalt- 
sulphate, has the form of green-vitriol and contains 7 atoms of water. 
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- Copper anp NICKEL. . 
A. Autoy or Nicken anp Copper.—Very extensible; colour in- 
_clining to white in proportion to the quantity of nickel. According to . 
Geitner, it tarnishes by exposure to the air more quickly than German 
 silver.—A small quantity of copper destroys the magnetic power of 
nickel, v the smallest addition of iron restores it. (Erdmann, Schw. 
48, 138. ; 3 | : | 
10 pts. copper to 1 nickel: pale copper-red, perfectly ductile.—10 pts. 
copper to 2 nickel: reddish-white.—10. pts. copper to 3 nickel: almost 
white.—10 pts. copper to 4 nickel: perfectly white; on the touchstone, it 
exhibits the whiteness of silver. (Frick, Schw. 48, 141.) 

Old slags from disused mines at Suhl contain white granules of metal, 
which are now extracted and sent into the market as Suhlian Nickel-silver 
(Suhler Weisskupfer). According to Brandes (Schw. 89, 17), the alloy 
thus obtained is composed of 8°75 nickel, 88 copper, 0°75 sulphur and 
antimony, and 1°75 iron, silica and alumina. 


B, NiccoLo-cupric SuLtpuate.— When the proportion of cupric 
sulphate is comparatively small, the crystals of this salt have the form of 
green vitriol and contain 7 atoms of water; with a larger quantity of 
cupric sulphate, they have the form of the latter, and contain 5 atoms of 
water. (Mitscherlich.)—The crystals examined by Brewster & Fyfe 
(Schw. 38, 345), contained 39°5 nickel-oxide, 5°3 cupric oxide, 25°5 
sulphuric acid, and 29°7 water.—Brooke (Ann. Fhil. 23,117) obtained | 
oblique prismatic crystals, having the form of ig. 838, but without the ; 
a-facess)! 43! aon! = 100° 15';).4. sf 1E7° 80'y. wo: ue, 88" 80 a Ehe ; 
aqueous solution of these crystals yielded on evaporation and cvoling, ey 
first crystals of blue vitriol, and then of the double salt, together with 
crystals of rhombic nickel-sulphate. 


C. SULPHATE oF Cupric OxipE, NICKEL-OXIDE, AND PoTAsH.— 
Separates from the mixed solution of cuprico-potassic sulphate, and 
niccolo-potassic sulphate, in prisms similar to those of the ammonio- 
magnesian sulphate. They are pale green, permanent in the air, give off 
water and assume a dingy yellow colour when heated, and dissolve in 
4 parts of water but not in alcohol. (Bette, Ann. Pharm. 14, 279.) 


(KO, SO? + NiO, SO? + 6Aq.) + (KO, SO? + CuO, SO? + 6Aq.) 
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D. Attoy or Copper, NickEL, AnD Z1nco.—Jickel-silver, German 
Silver, White Copper, Packfong (or properly Packiong, t. e .white copper, 
according to Schott), Weisskupfer, Neusilber, Argentan, Marllechort. Sg 

The copper and nickel are first melted together in a crucible, and the 
zine then added in pieces previously heated. Or the three metals, in a 
state of finedivision, are mixed together in a crucible, copper being placed 
at top and at bottom—the whole covered with charcoal-powder, and fused 
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in an air furnace with a strong draught, the mixture being stirred all the __ 
_ while, to ensure the complete solution of the difficultly fusible nickel. — 
‘The longer and the more completely the mixture is fused, the more 
ae a it become: part of the zinc burns away. (Gersdorff, Pogg. 
8, 103. nae ee 
Proportions of the materials.—a, 2 pts. copper, 1 nickel, 1 zinc; — 
serves for spoons and forks.—b. 5 pts. copper, 2 nickel, 2 zine; has the — 
colour of silver alloyed with 4+ pt. copper; serves for knife and fork 
handles, snuffers, &c.—c. 3 pts. copper, 1 nickel, 1 zine; this proportion 
gives the best alloy for rolling. The addition of 3 parts of lead to 100 
pts. of the mixture a, or of 2 pts. lead to 100 parts of the mixture 6, 
yields an alloy adapted for cast articles, such as candlesticks, spurs, and 
bells. The additions of 2°5 pts. of iron or steel to 100 parts of alloy 
renders it much whiter, but likewise harder and more brittle; the iron 
must be previously fused with a portion of the copper, under a layer of 
charcoal-powder in the blast furnace, and then melted together with the 
zine and nickel and the rest of the copper. (Gersdorff.)—d. 8 pts. copper, 
3 nickel, and 5 zinc. yield very good nickel-silver. (Frick.) An alloy of 
10 pts. copper, 1 nickel, and 5 zine has still a pale yellow colour; that 
which contains 10 copper, 1 nickel, and 7 zinc, yellowish-white and less 
ductile than d, (Frick.)—Larger quantities of iron do not enter into 
combination with the nickel-silver as a whole, but unite with part of the 
copper, nickel, and carbon, forming an alloy which floats like drops of oil 
on the surface of the nickel-silver. (Erdmann.) 
Nickel-silver has a crystalline structure when solidified from fusion. 
It must therefore be heated to dull redness and cooled again completely, 
before it is rolled or hammered; when once the crystalline structure has 
been destroyed, the alloy may be worked like brass. (Gersdorff.) 
Chinese nickel-silver may be worked even at a dull red heat, but at a 
stronger heat, it flies to pieces on the slightest stroke of the hammer. 
(Fyfe, Edinb. Phil. J. 7, 69.)—Nickel-silver is harder than silver, and 
susceptible of a high polish. Its colour approaches that of silver, but is 
greyer. A mixture of 1 pt. oil of vitriol and 7 parts water turns it white 
when boiled with it. (Gersdorff.)—It is not magnetic, or but slightly so 
when it contains a certain amount of iron. It fuses at a bright red heat, 
the zine burning away if the air has access to it. When exposed to the 
air, it acquires a slight yellow tarnish. When immersed in vinegar it 
becomes coated with verdigris, only at those parts where the air can 
likewise act upon it (Frick.) In vinegar it becomes greenish black; in 
wine, dark brown; in solution of common salt, red-brown; in solution of 
sal-ammoniac or tartaric acid, black with green spots; and in oxalic acid, 
black. (Darcet, J. Pharm. 23, 223.) In water containing $5 of potash- 
hydrate, it remains bright. (A. Vogel.) : 


Analyses of Commercial Nickel-Silver. 


Fyfe. Smith. O. Henry. Darcet. Louyet. Elsner. 
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lver, u in Birmingham for articles that are to be plated.— 
rom Sheffield, distinguished by extraordinary ee used for the | 
Se skets of printing-presses 


American Ni ‘ekel-si ‘ver.—1 pt. iron,’ 1 cobalt: 2 aves 2 title man- 
- ganese, 24 nickel, 8 36 nee andy 96 eee, (Haggenmacher, J. pr. Chem. 
4, 388.) 
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“With Me sept ds Gold, Platinum, Palladium, Rhodium, Iridium, 
eae Osmium. 
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